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Abstract of JP20021 28847 

PROBLEM TO BE SOLVED: To obtain a barrier composition to reduce or eliminate poisoning or contamination of a 
photoresist layer or an antireflective coating layer caused by a dielectric layer. SOLUTION: This barrier composition 
contains one or more crosslinkable polymers, one or more acid catalysts, one or more crosslinking agents and one 
or more solvents, where at least one of the crosslinkable polymers and the crosslinking agents has one or more acid 
parts. The acid parts mean herein one or more acid groups contained in the crosslinkable polymers, crosslinking 
agents or both of them. 
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* NOTICES * 

JPO and NCIPI are not responsible for any 
dama ges caused by the use of this translation. 

l.This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2 **** s hows the word which can not be translated. 
3. In the drawings, any words are not translated. 



CLAIMS 

[Claim(s)] 

[Claim 1] The constituent with which it is a barrier constituent containing the polymer in which one or 
more bridge formation is possible, one or more acid catalysts, one or more cross linking agents, and one 
or more solvents, and at least one of the polymer which can construct a bridge, and the cross linking 
agents has one or more acid parts. 

[Claim 2] The constituent according to claim 1 with which the polymer which can construct a bridge has 
one or more aromatic series hydroxyl compounds as a polymerization unit. 

[Claim 3] The constituent according to claim 1 with which the polymer which can construct a bridge 
contains one or more aromatic aldehyde condensates. 

[Claim 4] The constituent according to claim 1 with which an acid part does not contain a blocking 
radical selectively at least. 

[Claim 5] The constituent according to claim 1 with which the polymer which can construct a bridge 
contains one or more aromatic aldehyde condensates and one or more acrylate (meta) polymers. 
[Claim 6] How to be an approach of offering a barrier layer on a dielectric base, be a constituent 
containing the polymer in which one or more bridge formation is possible, one or more acid catalysts, 
one or more cross linking agents, and one or more solvents, and include the process which arranges the 
polymer which can construct a bridge, and the constituent with which at least one of the cross linking 
agents has one or more acid parts on the front face of a dielectric base. 

[Claim 7] The approach according to claim 6 the polymer which can construct a bridge contains one or 
more aromatic series hydroxyl compounds as a polymerization unit. 

[Claim 8] The approach according to claim 6 the polymer which can construct a bridge contains one or 
more aromatic aldehyde condensates. 

[Claim 9] The approach according to claim 6 an acid part does not contain a blocking radical selectively 
at least. 

[Claim 10] The approach according to claim 6 the polymer which can construct a bridge contains one or 
more aromatic aldehyde condensates and one or more acrylate (meta) polymers. 
[Claim 11] The approach according to claim 6 by which a dielectric base is applied by a physical vapor 
deposition or chemical vacuum deposition. 

[Claim 12] The approach according to claim 6 a dielectric base is an inorganic substance. 

[Claim 13] The approach according to claim 6 a dielectric base contains silicon. 

[Claim 14] The device which it is the device which has a dielectric layer and the barrier layer arranged 

on it, and this barrier layer has the polymer in which one or more bridge formation is possible as a 

polymerization unit, and one or more cross linking agents, and contains the polymer which can construct 

a bridge, and one or more polymers in which at least one of the cross l inking agents has one or more 

acid parts, and over which the bridge was constructed. 

[Claim 15] The device according to claim 14 which furthermore has a photoresist layer. 

[Claim 16] The device according to claim 14 which includes further the antireflection coating arranged 

between a barrier layer and a photoresist layer. 
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[Claim 17] The device according to claim 14 with which a barrier layer has the thickness from about 
200A to about 1.5 microns. 

[Claim 18] The device according to claim 14 with which a dielectric layer is applied by a physical vapor 
deposition or chemical vacuum deposition. 

[Claim 19] The device according to claim 14 whose dielectric layer is an inorganic substance. 
[Claim 20] The device according to claim 14 with which a dielectric layer contains silicon. 
[Claim 21] How to be a method including arranging a barrier layer between a dielectric layer and a 
photoresist layer of decreasing the contamination of a photoresist layer, and for this barrier layer have 
the polymer in which one or more bridge formation is possible as a polymerization unit, and one or more 
cross linking agents, and contain the polymer which can construct a bridge, and one or more polymers in 
which at least one of the cross linking agents has one or more acid parts and over which the bridge was 
constructed. 

[Claim 22] The approach according to claim 21 the polymer which can construct a bridge contains one 
or more aromatic series hydroxyl compounds as a polymerization unit. 

[Claim 23] The approach according to claim 21 the polymer which can construct a bridge contains one 
or more aromatic aldehyde condensates. 

[Claim 24] The approach according to claim 21 an acid part does not contain a blocking radical 
selectively at least. 

[Claim 25] The approach according to claim 21 the polymer which can construct a bridge contains one 

or more aromatic aldehyde condensates and one or more acrylate (meta) polymers. 

[Claim 26] The approach according to claim 21a dielectric base is an inorganic substance. 

[Claim 27] The approach according to claim 21 a dielectric base contains silicon. 

[Claim 28] The approach according to claim 21 a barrier layer has the thickness from about 200A to 

about 1.5 microns. 

[Claim 29] a) The process which offers a dielectric layer on a base, the polymer which can construct a 
bridge beyond bl, The barrier constituent with which at least one of the polymer which can construct a 
bridge, and the cross linking agents has one or more acid parts including one or more acid catalysts, one 
or more cross linking agents, and one or more solvents the process arranged on the front face of a 
dielectric layer, and c - the manufacture approach of an electron device which heats a base to sufficient 
temperature to harden a barrier constituent selectively at least, and includes the process which forms a 
barrier layer. 

[Claim 30] a) The process which offers a dielectric layer on a base, the polymer which can construct a 
bridge beyond bl, The barrier constituent with which at least one of the polymer which can construct a 
bridge, and the cross linking agents has one or more acid parts including one or more acid catalysts, one 
or more cross linking agents, and one or more solvents A base is heated to sufficient temperature to 
harden a barrier constituent selectively at least, the process arranged on the front face of a dielectric 
layer, and c - The manufacture approach including the process which forms a barrier layer, the process 
which arranges antireflection coating on the front face of d barrier layer, and the process which arranges 
a photoresist layer on the front face of e antireflection coating of an electron device. 



[Translation done.] 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 

[0001] Generally this invention relates to manufacture of an electron device. This invention relates to the 
photoresist and antireflection coating which are used in manufacture of an electron device more at a 
detail. 

[0002] In manufacture of electron devices, such as a printed circuit board or a semi-conductor, the layer 
of many matter, such as a photoresist or antireflection coating, is applied on a base. A photoresist is a 
photographic sensitive film used for imprinting an image to a base. The coating layer of a photoresist is 
formed on a base and a photoresist layer is exposed by the activity radiation source through a photo 
mask (reticle (reticle)) next. A photo mask has other penetrable fields to an impermeable field and an 
impermeable activity radiation to an activity radiation. If it exposes with an activity radiation, the 
chemical changeover induced by the light of photoresist coating will take place, and the pattern of a 
photo mask will be imprinted by the wrap photoresist in a base. After exposure, a photoresist is 
developed, a relief image is acquired, and, thereby, alternative processing of a base is attained. 
[0003] A photoresist can be either a positive type or a negative mold, or [ carrying out the 
polymerization of the part for these coating layers exposed with an activity radiation about almost all the 
negative-molds photoresist in the reaction between the optical activity compound 
(photoactivecompound) of a photoresist constituent, and a polymerization nature reagent ] - or a bridge 
is constructed. Therefore, the exposed coating part cannot melt easily into a developer rather than a part 
for an unexposed part. Although the part exposed about the positive type photoresist becomes easy to 
melt by the inside of a developer, the amount of unexposed part cannot continue melting into a 
developer comparatively easily. It is well-known in this industry, and a photoresist constituent is 
Deforest and Photoresist. Materials and Processes, McGraw Hill Book Company, New York, Chapter 2, 
1975 and Moreau, Semiconductor Lithography, Principles, Practices and Materials, Plenum Press, New 
It is indicated by York, Chapter 2, and Chapter 4 (the part all indicate a photoresist constituent, its 
manufacturing method, and a usage to be is referred to as a part of this invention). 
[0004] The main applications of a photoresist are the activities in semi-conductor manufacture, and the 
object is forming beer, a trench, or structure like those combination in a dielectric layer. It is important 
in order that suitable photoresist processing may attain this object. Although powerful interdependence 
is among various photoresist processing processes, it is thought that exposure is one of the more 
important processes which acquires a high-resolution photoresist image. 

[0005] It sets in such a process and an echo of the activity radiation between exposure of a photoresist 
and "poise NINGU (poisoning)" of the photoresist by the dielectric layer are harmful because of 
formation of detailed structure. For example, an echo of the activity radiation from the lower layer of a 
photoresist restrains the resolution of the image patternized in the photoresist layer in many cases. An 
echo of the radiation from a base / photoresist interface can fluctuate the radiation intensity in a 
photoresist during exposure, consequently the line width of face of a photoresist becomes an 
ununiformity at the time of development. Further, radiations can be scattered about all over a photoresist 
field without the intention to expose, and fluctuation of line width of face produces them from a base / 
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photoresist interface also by this. Dispersion and the amount of echoes change with locations typically, 
consequently line width of face becomes an ununiformity further. 

[0006] An echo of an activity radiation serves as a cause of the phenomenon further known for this 
industry as "standing wave effectiveness (standing wave effect)." In order to abolish the effectiveness of 
the chromatic aberration in the lens of an aligner, in a photoresist projection technique, monochrome or 
semi- monochromatic radiation is usually used. However, when using monochrome or semi- 
monochromatic radiation for photoresist exposure for an echo of the radiation in a photoresist / base 
interface, especially interference and destructive interference that suit in slight strength are remarkable. 
In such a case, the reflected light interferes with incident light and forms a standing wave in a 
photoresist. Since the thin layer of a photoresist with insufficient (underexposed) exposure is formed by 
the pole dot of a standing wave with the big amplitude in the case of a high reflexibility base field, a 
problem gets worse. The layer with insufficient exposure can bar the development of a perfect 
photoresist, and the problem of an edge AKUI tee (edge acuity) produces it in a photoresist profile. 
Since the total amount of the radiation required in order to expose this will increase if the amount of 
photoresists increases, generally the time amount required in order to expose a photoresist is the 
increasing function of the thickness of a photoresist. However, in the thickness direction of a 
photoresist, the higher harmonic (harmonic component) which changes between maximum and the 
minimum value continuously is included between exposure for the standing wave effectiveness. When 
the thickness of a photoresist is uneven, a problem becomes still more serious and line width of face is 
changed. 

[0007] By the orientation latest [ to a high density semiconductor device ], there is a motion which 
shortens wavelength of the exposure light source in the industrial world like deep ultra-violet (DUV) 
light (wavelength is 300nm or less), KrF excimer laser light (248nm), ArF excimer laser light (193nm), 
an electron ray, and soft X ray. Generally by using for image-ization of photoresist coating the light 
which shortened wavelength, the echo from a resist up front face and a lower base front face increases. 
Thus, the activity of shorter wavelength worsens the problem of the echo from a base front face. 
[0008] The further approach used in order to reduce the problem of the reflected radiation was using the 
absorption-of-radiation layer called the top antireflection coating or TARC arranged on the absorption- 
of-radiation layer called the bottom product antireflection coating or BARC between a base front face 
and a photoresist coating layer, or the front face of photoresist coating. For example, it is reference 
[ No. / [the part which indicates all the acid-resisting (antihalation) constituents in these reference and 
the activity of those is referred to as a part of this invention] / the PCT application WO 90/No. 03598, 
the Europe patent application 0639941 ANo. 1 and U.S. Pat. No. 4910122, No. 4370405, and / 
4362809 ]. Generally such BARC and a TARC layer are also indicated by reference as an acid-resisting 
layer or an acid-resisting constituent. Typically, such an acid-resisting constituent contains an 
absorption-of-radiation component or a chromophore, a polymer binder and 1, or the cross linking agent 
beyond it. For example, the well-known acid-resisting constituent contained epoxy-phenol binder which 
does not have typically free hydroxyl, or the acrylate binder which does not have an acid radical 
substantially. 

[0009] The variation in the topography (topography) of a base also produces the problem of the echo 
which restrains resolution. The image on a base may scatter about or reflect a collision radiation 
(impinging radiation) in the direction where versatility is not controlled, and affects the homogeneity of 
the development of a photoresist. If the topography of a base tends to design a more complicated circuit, 
it will become still more complicated and the effectiveness of the reflected radiation will become still 
more serious. For example, especially metal INTAKONEKUTO used on many micro electro nick bases 
is a problem because of the topography and a high reflexibility field. 

[0010] One solution of the technical problem resulting from the variation in the topography of a base is 
the approach of arranging a photoresist in the height same on a front face, and the approach of this is 
indicated by U.S. Pat. No. 4557797 (Fuller et al.). The multilayer-structure object which has the 
comparatively thick lower layer of Pori (methylmetaacrylate) (PMMA) is used for this approach, and it 
offers a flat front face, the thin middle class who is antireflection coating, and the thin upper layer which 
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is the photoresist matter. However, this system forms as a result the thick polymer layer which must be 
removed. Typically, such a layer is removed by various approaches including chemical machinery 
polish (CMP), etching, and wet chemical **. For the time amount of the addition by such clearance 
process, and cost, in order that a polymer layer may help subsequent clearance, a thing thin as much as 
possible is desired. 

[001 1] other solution of the technical problem accompanying the variation in the topography of a base — 
Adams et al. and Planarizing AR for DUV Lithography and Microlithography 1999: Advances in Resist 
Technology and Processing XVI and Proceedings of SPIE vol.3678, part2, and pp849- it is indicated by 
856 and 1999. This indicates the activity of the flattening antireflection coating which reduces the need 
of arranging a separate flattening layer between an acid-resisting layer and a base. 
[0012] The activity of the photoresist layer to a dielectric layer top often brings about "poise NINGU" of 
a photoresist layer. This poses a problem, especially when a dielectric layer is applied by physics or 
chemical vacuum deposition (P/CVD). Although the theory of such poise NINGU is not understood 
thoroughly, such a dielectric layer may cause a remarkable photospeed shift (photospeed shift), lifting, 
degradation of a profile, or prohibition of the perfect dissolution in the beer field between trench daily 
rye NIEISHON [ in / already / an eclipse ****** aperture field with a pattern, for example, a dual 
DAMASHIN process, ] (trench delineation). Such poise NINGU is a problem especially when a positive 
type photoresist like a deep UV (DUV) photoresist is used. Although BARC offered the effective 
chemical barrier to the photoresist layer, such its BARC was not fully effective for offering a barrier 
layer to such poise NINGU by the dielectric layer. 

[0013] Therefore, offering the effective barrier to the PONIZUNINGU effectiveness of the photoresist 
by the dielectric layer, especially the need of receiving the barrier layer which offers the front face by 
which flattening was carried out exist. 

[0014] It was found out that this invention decreases thru/or extinguishes the contamination or the poise 
NINGU effectiveness of a photoresist layer by the dielectric layer. It was also found out that the 
constituent of this invention forms a flat front face locally substantially. Furthermore, it was found out 
that this invention decreases thru/or extinguishes substantially the standing wave effectiveness, the 
Boeing (bowing), surface corrosion, and a footing (footing). 

[0015] In the 1st mode, this invention is a barrier constituent containing the polymer in which one or 
more bridge formation is possible, one or more acid catalysts, one or more cross linking agents, and one 
or more solvents, and offers the polymer which can construct a bridge, and the constituent with which at 
least one of the cross linking agents has one or more acid parts. 

[0016] In the 2nd mode, this invention is the approach of offering a barrier layer on a dielectric base, is a 
barrier constituent containing the polymer in which one or more bridge formation is possible, one or 
more acid catalysts, one or more cross linking agents, and one or more solvents, and offers an approach 
including the process which arranges the polymer which can construct a bridge, and the constituent with 
which at least one of the cross linking agents has one or more acid parts on the front face of a dielectric 
base. 

[0017] In the 3rd mode, this invention is a device which has a dielectric layer and the barrier layer 
arranged on it, and offers the device with which this barrier layer has the polymer in which one or more 
bridge formation is possible as a polymerization unit, and one or more cross linking agents, and contains 
the polymer which can construct a bridge, and one or more polymers in which at least one of the cross 
linking agents has one or more acid parts, and over which the bridge was constructed. 
[0018] In the 4th mode, include that this invention arranges a barrier layer between a dielectric layer and 
a photoresist layer. It is the approach of decreasing the contamination of a photoresist layer. This barrier 
layer has the polymer in which one or more bridge formation is possible as a polymerization unit, and 
one or more cross linking agents, and the approach containing the polymer which can construct a bridge, 
and one or more polymers in which at least one of the cross linking agents has one or more acid parts 
and over which the bridge was constructed is offered. 

[0019] The process to which this invention offers a dielectric layer on a base in the 5th mode, b) The 
polymer in which one or more bridge formation is possible, one or more acid catalysts, one or more 
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cross linking agents, And the barrier constituent with which at least one of the polymer which can 
construct a bridge, and the cross linking agents has one or more acid parts including one or more 
solvents the process arranged on the front face of a dielectric layer, and c — a base is heated to sufficient 
temperature to harden a barrier constituent selectively at least, and the manufacture approach including 
the process which forms a barrier layer of an electron device is offered. 

[0020] The process to which this invention offers a dielectric layer on a base in the 6th mode, b) The 
polymer in which one or more bridge formation is possible, one or more acid catalysts, one or more 
cross linking agents, And the barrier constituent with which at least one of the polymer which can 
construct a bridge, and the cross linking agents has one or more acid parts including one or more 
solvents A base is heated to sufficient temperature to harden a barrier constituent selectively at least, the 
process arranged on the front face of a dielectric layer, and c — The manufacture approach including the 
process which forms a barrier layer, the process which arranges antireflection coating on the front face 
of d barrier layer, and the process which arranges a photoresist layer on the front face of e antireflection 
coating of an electi on device is offered. 

[0021] The :degree-C= Celsius degree;g= gram in which the following abbreviation has the semantics of 
a degree as what is used through this description unless it is shown especially in others; it is an engine- 
speed;%wt= percent-by-weight;mol%= mol %;mJ= Miri Joule;cm2= square centimeter;L= liter;mL= 
milliliter around for cm= cm;**= angstrom;rpm= 1 minute. The vocabulary "a polymer" means a dimer, 
a trimer, a tetramer, oligomer, a homopolymer, a copolymer, etc. The vocabulary "a monomer" means 
the ethylene nature or the acetylene nature unsaturated compound of arbitration by which a 
polymerization can be carried out. Both acrylate and methacrylate are further included [ vocabulary / "an 
acrylic (meta)" ] with the vocabulary "acrylate (meta)" including both an acrylic and a meta-acrylic. 
Similarly, the vocabulary "acrylamide (meta)" means both acrylamide and meta-acrylamide. "Alkyl" 
contains a straight chain, branched chain, and a ring type alkyl group. A "cross linker" or a "cross 
linking agent" is used as an exchangeable thing in this description. "Aperture" means beer, trenches, and 
such combination. "A future (feature)" means various geometry including aperture. Unless it is shown 
especially in others, all amounts are percentage by weight and all ratios are weight ratios. Combination 
is possible for all numerical range including a boundary value. 

[0022] This invention relates to offering the base which has a dielectric layer especially the dielectric 
layer PVD(ed) or CVD(ed), and a barrier layer. This invention relates to decreasing thru/or 
extinguishing poise NINGU or contamination of the photoresist by the dielectric layer, or an 
antireflection coating layer further. Especially this invention relates to the manufacture approach of an 
electron device that a photoresist, antireflection coating, or both were applied to the dielectric layer base. 

[0023] The constituent of this invention is a barrier constituent containing the polymer in which one or 
more bridge formation is possible, one or more acid catalysts, one or more cross linking agents, and one 
or more solvents, and is useful as a barrier layer constituent with which at least one of the polymer 
which can construct a bridge, and the cross linking agents has one or more acid parts. "An acid part" 
means one or more acidic groups which exist in the polymer which can construct a bridge, a cross 
linking agent, or its both. An acid part substantial more desirable completely does not contain a blocking 
radical preferably selectively at least. "Excluding a blocking radical", an acid part like the ether or ester 
which does not form the acidic group blocked by being organic-functions-ized or reacting is said. 
"Excluding a blocking radical substantially", 50% or more of an acid part is organic-fiinctions-ized, or it 
says the acid part which does not form the acidic group blocked by reacting, desirable ~ 30% or more of 
an acid part -- more -- desirable -- 20% or more -- organic functions - it is-izing and carried out and the 
blocked acidic group is not formed. Although a carboxylic acid, a sulfonic acid, phosphonic acid, for 
example, a hydroxyl compound like an aromatic series hydroxyl compound, an acid anhydride, etc. are 
raised as such an acid part, it is not limited to these. It is desirable that an acid part contains an aromatic 
series hydroxyl compound. 

[0024] It is desirable that the polymer which can construct a bridge contains the monomer which has one 
or more acid parts as a polymerization unit, and it is more desirable that one or more aromatic series 
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hydroxyl content monomers are included, the monomer which has an acid part in the polymer in which 
such bridge formation is possible — typical — about one to about 99-mol % — desirable — at least — 
about three-mol % — more — desirable — at least — about five-mol % « it exists in % of the amount of 
about ten mols at least further more preferably. As a polymer in which suitable bridge formation is 
possible, the thing containing the monomer which has about 20, 30, 40, 50, 60, 70 and 80, and a 90-mol 
% acid part at least as a polymerization unit is raised especially. 

[0025] In this invention, the polymer and cross linking agent in which useful bridge formation is 
possible can also contain other functional groups. As other suitable functional groups, although an ester 
group, a halogen, cyano ** (C1-C6) ARUKOKISHI, etc. are raised, it is not limited to these. Such a 
polymer and a cross linking agent can also include the combination of more acid parts, for example, 
more aromatic series hydroxyls than 1, than 1 or aromatic series hydroxyl, and a carboxylic-acid radical. 

[0026] Typically, the polymer which can construct a bridge has about 3000 or less weight average 
molecular weight more preferably about 5000 or less about 8000 or less, the polymer which can 
construct a bridge - at least - about 300 - it is preferably desirable about 400 and to have about 500 
weight average molecular weight at least more preferably at least, namely, especially the range of useful 
weight average molecular weight - about 300 to about 8000 - it is about 300 to about 5000 more 
preferably. 

[0027] The polymer which can construct a bridge for this invention has small molecular weight and 
large molecular weight distribution. The molecular weight distribution of this invention are 
characterized as the polydispersed degree of a polymer, i.e., a ratio of weight average molecular weight 
and number average molecular weight, (Mw/Mn). the polymer of this invention -- typical -- at least 1.5 - 
- desirable - at least 1.8 -- more -- desirable -- at least 2.0 - further -- more desirable at least 2.5 - 
further ~ more -- at least 3.0 of a son-in-law - it has most preferably, Mw/Mn, i.e., the polydispersed 
degree, of at least 3.5. the typical polydispersed degree of the polymer in which such bridge formation is 
possible - 1 .5 to 4 - desirable — 1.8 to 4 — it is the range of 2 to 4 more preferably. 
[0028] Although the polymer of the arbitration which has a polymerization unit of one or more hydroxyl 
content monomers like an aromatic aldehyde condensate and Pori (vinyl phenol) as a polymer in which 
suitable bridge formation is possible is raised, it is not limited to these. Although phenol novolak resin is 
mentioned as a useful aromatic series-aldehyde condensate in this invention, it is not limited to this. 
Such novolak resin is typically prepared by condensation with the aldehyde of a phenol, this novolak 
resin is still better known, and it is Kirk. Othmer Encyclopedia of Chemical It is indicated by many 
periodicals containing Technology, 15 volumes, 176-208 pages, and 1968, and the publication which 
teaches such resin in this periodical is referred to as some of these descriptions. Although a phenol is a 
phenol generally because of itself formation of such phenol resin used, and not limited especially for 
example, other hydroxy permutation aromatic compounds like bisphenols including p-phenylphenol and 
4, and 4'-isopropylidene diphenol are suitable for alkylation phenol; lists including a resorcinol; 
naphthol, cresol, a xylenol, and p-tert-butylphenol similarly. Cresol is mentioned as desirable phenols 
and such mixture is more preferably mentioned to m-cresol, m- and the mixture of p-cresol, 2, 5-xylenol, 
and a list. The mixture of a hydroxy permutation aromatic compound can be advantageously used in this 
invention. 

[0029] Although the aldehyde used is formaldehyde typically, and not limited to these, an acetaldehyde, 
fiirfuraldehyde, and other aldehydes like aromatic aldehyde can also be used, for example. Desirable 
aromatic aldehyde has hydroxyl in the ortho position of a carbonyl group. The most desirable aromatic 
aldehyde is salichlaldehyde, benzaldehydes, and those mixture. As other aromatic aldehyde suitable for 
the object of this invention, 2-chlorobenzaldehyde, 3-hydroxyl benzaldehyde, 4-hydroxyl benzaldehyde, 
2-methoxy benzaldehyde, 3-nitro benzaldehyde, etc. are raised. The mixture of an aldehyde can also be 
used useful in this invention. When aromatic aldehyde is mixed with formaldehyde or a formaldehyde 
precursor, for example, a paraformaldehyde, rather than formaldehyde, the mol of aromatic aldehyde is 
superfluous, it exists and exists more preferably with at least 90% of the weight of aldehyde mixture. 
[0030] Typically, phenol-novolak resin is ******(ed) from the aromatic compound and aldehyde by 
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which the hydroxyl permutation was carried out under existence of the condensation of a phenol, i.e., an 
acid. Although there can be less mol concentration of an aldehyde a little than the mol concentration of a 
phenol, it can be equivalent weight, and some [ of a phenol ] can also be superfluous without forming 
the resin which constructed the bridge. The ratio of a phenol and an aldehyde can change from this 
viewpoint from about 1.1 to 1.0 to 1.0 to 1.1. For example, refer to U.S. Pat. No. 593951 1 (Zampini). 
general — this invention — setting — such polydispersed degree of an aromatic series-aldehyde 
condensate useful as a polymer which can construct a bridge — at least — about 2.5 - desirable — at least 
— about 3.0 it is about 3.5 at least more preferably. 

[0031] The hydroxyl content ethylene nature or the acetylene nature unsaturated compound of 
arbitration is useful as a hydroxyl content monomer in this invention. Such a hydroxyl content monomer 
can be aliphatic series or aromatic series, and is aromatic series preferably. As a suitable hydroxyl 
content monomer A phenol, cresol, resorcinol, pyrogallol, a methylol phenol, Methylol cresol, methylol 
resorcinol, methylol pyrogallol, A hydroxyethyl phenol, a hydroxypropyl phenol, hydroxyethyl cresol, 
A vinyl phenol, vinyl cresol, a vinyl methoxy phenol, Hydroxyethyl (meta) aery late, 2-hydroxypropyl 
(meta) acrylate, 3 -hydroxypropyl (meta) acrylate, hydroxy cyclohexyl (meta) acrylate, Hydroxyphenyl 
(meta) acrylate, G ethylene glycol (meta) acrylate, Although bis(hydroxyethyl) itaconate, bis 
(hydroxyethyl) citraconate, bis(hydroxyethyl) fumarate, hydroxyethyl itaconate, an allyl compound 
phenol, an allyl compound methoxy phenol, allyl alcohol, vinyl alcohol, etc. are raised It is not limited 
to these. 

[0032] the polymer which can construct a bridge for this invention - as a polymerization unit — one or 
more aromatic compounds -- for example, - at least -- about three-mol % -- desirable -- at least - about 
five-mol % - more - desirable - at least - about ten-mol % - containing is desirable. As a desirable 
aromatic compound, although a phenol nature compound, a cresol compound, a resorcinol compound, a 
xylenol compound, etc. are raised, it is not limited to these. As a polymer in which useful bridge 
formation is possible, what contains about 20-mol % of an aromatic compound at least as a 
polymerization unit is raised especially. It is still more desirable that the polymer which can construct a 
bridge contains one or more aromatic aldehyde condensates. 

[0033] The values of Mw/Mn of an aromatic aldehyde condensate of especially the polymer in which 
useful bridge formation is possible are at least 2.5 and the thing which is at least 3.0 preferably including 
one or more aromatic aldehyde condensates and other one or more polymers, for example, (meta), an 
acrylate polymer. For example, (meta), the advantage which contains a non-aromatic polymer like an 
acrylate polymer with an aromatic aldehyde condensate is being, in case the etch rate of a barrier 
constituent is increased. It is still more desirable that the polymer which can construct a bridge for this 
invention does not include a sill phenylene part substantially, and it does not include a sill phenylene 
part more preferably. 

[0034] Although an acrylic acid (meta), acrylamide (meta), alkyl (meta) acrylate, alkenyl (meta) 
acrylate, aromatic series (meta) acrylate, a vinyl aromatic series monomer, the thio analog of the 
nitrogen content compound another place, the permuted ethylene monomer are raised as a useful 
monomer in order to prepare the polymer which can construct a bridge for this invention, it is not 
limited to these. In this invention, the mixture of an aromatic aldehyde condensate is raised as a polymer 
in which useful especially desirable bridge formation is possible, and they are novolak resin and one or 
more mixture with Pori (meta) (acrylic acid), Pori (meta) (acrylamide), Pori (alkyl (meta) acrylate), Pori 
(alkenyl (meta) acrylate), Pori (aromatic series (meta) acrylate), and Pori (vinyl aromatic series) 
especially. 

[0035] Typically, in this invention, useful alkyl (meta) acrylate is alkyl (C1-C24) (meta) acrylate. As 
suitable alkyl (meta) acrylate, although "low cut (low cut)" alkyl (meta) acrylate, "mid cut (mid cut)" 
alkyl (meta) acrylate, and "high cut (high cut)" alkyl (meta) acrylate are mentioned, it is not limited to 
these. Typically, as for "low cut" alkyl (meta) acrylate, an alkyl group has 1-6 carbon atoms. As suitable 
low cut alkyl (meta) acrylate, although it passes, and KISHIRU methacrylate is mentioned to KISHIRU 
methacrylate and cyclo and KISHIRU acrylate and such mixture are mentioned to cyclo, they are not a 
methylmetaacrylate (MMA), methyl acrylate, ethyl acrylate, propyl methacrylate, butyl methacrylate 
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(BMA), butyl acrylate (BA), isobutyl methacrylate (IBMA), and the thing limited to these. 
[0036] Typically, as for "mid cut" alkyl (meta) acrylate, an alkyl group has 7-15 carbon atoms. As 
suitable mid cut alkyl (meta) acrylate To 2-ethyl to KISHIRU acrylate (EHA) and 2-ethyl KISHIRU 
methacrylate, Octyl methacrylate, decyl methacrylate, isodecyl methacrylate (it IDMA(s)) The undecyl 
methacrylate which uses branching (CIO) alkyl isomer mixture as the base, Dodecyl methacrylate 
(known also as lauryl methacrylate), Although methacrylate, tetradecyl methacrylate (known also as 
milli still methacrylate), pentadecyl methacrylate, and such mixture are mentioned, it is not limited to 
these. As useful mixture, mixture [ of the dodecyl of dodecyl-pentadecyl methacrylate (DPMA), a 
straight chain, and branched chain, tridecyl, tetradecyl and pentadecyl methacrylate ]; and lauryl- 
millimeter still methacrylate (LMA) are mentioned especially. 

[0037] Typically, as for "high cut" alkyl (meta) acrylate, an alkyl group has 16-24 carbon atoms. As 
suitable high cut alkyl (meta) acrylate, although hexadecyl methacrylate, heptadecyl methacrylate, 
octadecyl methacrylate, nona decyl methacrylate, KOSHIRU methacrylate, EIKO sill methacrylate, and 
such mixture are mentioned, it is not iimited to these. Cetyl-EIKO sill methacrylate which is the mixture 
of hexadecyl, octadecyl, KOSHIRU, and EIKO sill methacrylate as especially useful mixture of high cut 
alkyl (meta) acrylate (CEMA); although the cetyl-stearyl metaacrylate (SMA) which is the mixture of 
hexadecyl and octadecyl methacrylate is mentioned to a list, it is not limited to these. 
[0038] an above-mentioned MIDDO-cut - and - yes, - cut alkyl (meta) acrylate monomer is generally 
prepared by the standard esterification approach which used the long-chain fatty alcohol of reagent 
grade - having - these - the alkyl group of available alcohol is 10-15 pieces or the mixture of various 
chain length's alcohol which it has 16-20 pieces about a carbon atom commercially. As an example of 
these alcohol, it is Vista. Chemical Various Ziegler catalyst-ized (Ziegler catalyzed) ALFOL alcohol 
from company, ALFOL1618 and ALFOL1620, Shell Chemical TA-1618 of Proctor&Gamble's and the 
alcohol of the natural product origin like CO- 1270 are mentioned to various Ziegler catalyst-ized 
NEODOL alcohol from Company, i.e., NEODOL25L, and a list. [ i.e., ] Therefore, for the object of this 
invention, alkyl (meta) acrylate is meant with the thing also containing the mixture of the alkyl (meta) 
acrylate which each named alkyl (meta) acrylate product is not only included, but mainly contains the 
named specific alkyl (meta) acrylate. 

[0039] In this invention, a useful alkyl (meta) acrylate monomer can be an independent monomer, or can 
be mixture with which the number of the carbon atoms of an alkyl part differs. Moreover, in this 
invention, useful acrylamide (meta) and a useful alkyl (meta) acrylate monomer can be permuted by 
arbitration. As the permutation (meta) acrylamide and the alkyl (meta) acrylate monomer of suitable 
arbitration, although hydroxy (C2-C6) alkyl (meta) acrylate, dialkylamino (C2-C6)-alkyl (meta) 
acrylate, and dialkylamino (C2-C6) alkyl (meta) acrylamide are mentioned, it is not limited to these. 
Especially a useful permutation alkyl (meta) acrylate monomer has one or more hydroxyls in an alkyl 
group, and hydroxyl is at least in beta- in an alkyl group especially (about 2-). The hydroxyalkyl (meta) 
acrylate monomer whose permutation alkyl group is the alkyl (C2-C6) of branched chain or a straight 
chain is desirable. As a suitable hydroxyalkyl (meta) acrylate monomer, although 2-hydroxyethyl 
methacrylate (HEMA), 2-hydroxyethyl acrylate (HEA), 2-hydroxypropyl methacrylate, l-methyl-2- 
hydroxyethyl methacrylate, 2-hydroxy-propylacrylate, l-methyl-2-hydroxyethyl acrylate, 2-hydroxy 
butyl methacrylate, 2-hydroxy butyl acrylate, and such mixture are mentioned, it is not limited to these. 
Suitable hydroxyalkyl (meta) acrylate monomers are HEMA, l-methyl-2-hydroxyethyl methacrylate, 2- 
hydroxypropyl methacrylate, and such mixture. Generally the mixture of the two latter monomers is 
called "hydroxypropyl methacrylate" or "HPMA." 

[0040] In this invention, other useful acrylate (meta) and acrylamide (meta) monomers which were 
permuted have a dialkylamino radical or a dialkylamino alkyl group in an alkyl group. As an example of 
such permuted acrylate (meta) and acrylamide (meta) Dimethylaminoethyl methacrylate, dimethylamino 
ethyl acrylate, N and N-dimethylaminoethyl meta-acrylamide, N, and N-dimethyl-aminopropyl meta- 
acrylamide, N and N-dimethylamino butyl meta-acrylamide, N, and N-G ethylamino ethyl meta- 
acrylamide, N and N-diethylamino propyl meta-acrylamide, N, and N-diethylamino butyl meta- 
acrylamide, N-(l and l-dimethyl-3-oxo-butyl) acrylamide, N-(l and 3-diphenyl-l-ethyl-3-oxo-butyl) 



http://www4.ipdl.ncipi.go.jp/cgi-bin/tran_web_cgi_ejje 



5/6/2006 



JP,2002-128847,A [DETAILED DESCRIPTION] 



Page 8 of 14 



acrylamide, N-(l -methyl- l-phenyl-3-oxo-butyl) meta-acrylamide, And 2-hydroxyethyl acrylamide, N- 
meta-acrylamide of aminoethyl ethylene urea, Although such mixture is mentioned to N- 
METAAKURIRU oxy-ethyl morpholine, N-maleimide of dimethylamino propylamine, and a list, it is 
not limited to these. 

[0041] Other permutation (meta) acrylate monomers useful to this invention gamma-pro PIRUTORI 
(C1-C6) alkoxy silyl (meth)acrylate, gamma-pro PIRUTORI (C1-C6) alkyl silyl (meth)acrylate, gamma- 
pro PIRUJI (C1-C6) alkoxy (C1-C6) alkyl silyl (meth)acrylate, gamma-pro PIRUJI (C1-C6) alkyl (Cl- 
C6) alkoxy silyl (meth)acrylate, BINIRUTORI (C1-C6) alkoxy silyl (meth)acrylate, BDSflRUJI (C1-C6) 
alkoxy (C1-C6) alkyl silyl (meth)acrylate, They are silicon content monomers, such as vinyl (C1-C6) 
ARUKOKISHIJI (C1-C6) alkyl silyl (meth)acrylate, BINIRUTORI (C1-C6) alkyl silyl (meth)acrylate, 
and such mixture. 

[0042] Although styrene ("STY"), alpha methyl styrene, vinyltoluene, p-methyl styrene, ethyl 
vinylbenzene, vinyl naphthalene, vinyl xylenes, and such mixture are contained in a vinyl aromatic 
series monomer useful as a partial saturation monomer of this invention, it is not limited to these. Those 
corresponding permutation counterparts, such as derivative; containing one or more halogen radicals, 
such as a halogenated derivative, i.e., a fluorine, chlorine, or a bromine, and nitroglycerine, cyano ** 
(C1-C10) alkoxy ** halo (C1-C10) alkyl, Caleb (C1-C10) alkoxy ** carboxy, amino, and an alkylamino 
(CI -CIO) derivative, are contained in a vinyl aromatic series monomer. 

[0043] In a nitrogen content compound and a thio analog useful as a partial saturation monomer of this 
invention Vinylpyridines, such as a 2-vinyl-pyridine or 4-vinylpyridine; 2-methyl-5-vinylpyridine, 2- 
ethyl-5-vinylpyridine, 3-methyl-5-vinylpyridine, 2, 3-dimethyl-5-vinylpyridine, and low-grade alkyl 
(C1-C8) permutation N-vinylpyridine [, such as 2-methyl-3-ethyl-5-vinylpyridine, ]; - methylation 
quinoline and isoquinoline; - N-vinyl caprolactam; - N-vinyl butyrolactam; - N-vinyl-pyrrolidone; - 
vinyl imidazole; - N-vinylcarbazole; - N-vinyl succinimide; (meta) - acrylonitrile; - o-, m-, or p- 
amino styrene; maleimide;N-vinyl oxazolidone;N - N-dimethylaminoethyl-vinyl ether; - ethyl-2- 
cyanoacrylate; - vinylacetonitrile; - N-vinyl phthalimide; - an N-vinyl-thio-pyrrolidone - A 3 -me thy 1- 
1-vinyl-pyrrolidone, a 4-methyl-l-vinyl-pyrrolidone, A 5 -methyl- 1-vinyl-pyrrolidone, a 3 -ethyl- 1- vinyl - 
pyrrolidone, A 3 -butyl- 1-vinyl-pyrrolidone, 3, and 3 -dimethyl- 1-vinyl-pyrrolidone, A 4, 5-dimethyl-l- 
vinyl-pyrrolidone, 5, and 5 -dimethyl- 1-vinyl-pyrrolidone, 3, 3, a 5-trimethyl- 1-vinyl-pyrrolidone, a 4- 
ethyl- 1-vinyl-pyrrolidone, N-vinyl-pyrrolidone; vinyl pyrroles, such as a 5-methyl-5-ethyl- 1-vinyl- 
pyrrolidone and 3 and 4, and 5-trimethyl- 1-vinyl-pyrrolidone; although vinyl aniline; and a vinyl 
piperidine are contained, it is not limited to these. 

[0044] this invention - setting - a permutation ethylene monomer useful as a partial saturation 
monomer - allyl compound monomer, vinyl acetate, vinyl formamide, vinyl chloride, and vinyl 
fluoride, vinyl bromide, a vinylidene chloride, vinylidene fluoride, and bromination ~ although a 
vinylidene acid is contained, it is not limited to these. The polymer which can construct a bridge exists 
in the amount of the broad range in the constituent of this invention. Typically, about 85% of polymers 
which can construct a bridge exists in about 60 to about 85% of amount preferably from about 40 of 
solid content. 

[0045] In this invention, a useful cross linking agent is the matter of the polymer which can construct a 
bridge, and the arbitration which can perform acid-catalyst bridge formation. Typically, the cross linking 
agent of this invention has about 120dalton or the molecular weight beyond it. It is desirable that a cross 
linking agent performs crosslinking reaction at the temperature of about 75 to about 250 degrees C. JI-, 
Tori -, a tetrapod, or a higher-order polyfunctional ethylene partial saturation monomer is contained in a 
suitable cross linking agent, as the example of a cross linking agent useful to this invention - 
trivinylbenzene, divinyl toluene, divinyl pyridine, divinyl naphthalene, and divinyl xylene; - and - for 
example Ethylene glycol diacrylate, trimethylolpropane triacrylate, The diethylene-glycol divinyl ether, 
a TORIBI nil cyclohexane, Allyl compound methacrylate ("ALMA"), ethylene glycol dimethacrylate 
"EGDMA", Diethylene-glycol dimethacrylate ("DEGDMA"), propylene glycol dimethacrylate, 
Propylene glycol diacrylate, trimethylolpropanetrimethacrylate "TMPTMA", A divinylbenzene 
("DVB"), glycidyl methacrylate, 2,2-dimethyl propane 1, 3 diacrylate, 1, 3-butylene-glycol diacrylate, 1, 
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3-butylene-glycol dimethacrylate, 1,4-butanediol diacrylate, diethylene glycol diacrylate, Diethylene- 
glycol dimethacrylate, 1,6-hexanediol diacrylate, 1, 6-hexanedioldimethacrylate, tripropylene glycol 
diacrylate, Triethylene glycol dimethacrylate, tetraethylene glycol diacrylate, Polyethylene-glycol 200 
diacrylate, tetraethylene glycol dimethacrylate, Polyethylene glycol dimethacrylate, ethoxyl-ized 
bisphenol A diacrylate, Ethoxyl-ized bisphenol A dimethacrylate, polyethylene-glycol 600 
dimethacrylate, Pori (butanediol) diacrylate, a pentaerythritol thoria chestnut rate, Trimethylolpropane 
triethoxyacrylate, glyceryl propoxy thoria KURIRETO, Pentaerythritol tetraacrylate, pentaerythritol 
tetra-methacrylate, Dipentaerythritolmonohydroxypentaacrylate, a divinyl silane, A TORIBI nil silane, a 
dimethyl divinyl silane, divinyl methylsilane, A methyl TORIBI nil silane, a diphenyl divinyl silane, 
divinyl phenylsilane, TORIBI nil phenylsilane, a divinyl methylphenyl silane, a tetravinyl silane, 
Dimethyl vinyl disiloxane, Pori (methylvinyl siloxane), Pori (vinyl hydronalium siloxane), Although 
Pori (phenyl vinyl siloxane), tetramethoxy glycoluryl, tetrapod (C1-C8) alkoxy glycoluryl like tetra- 
butoxy glycoluryl, and such mixture are raised, it is not limited to these. 
[0046] The cross linking agent of this invention exists in the amount of the broad range in the 
constituent of this invention. Typically, about 25% of cross linking agents exists [ 10 / about ] in about 
15 to about 25% of amount more preferably about 30% from about 1 of solid content. In this invention, 
a useful acid catalyst is the thing of the arbitration which can carry out the catalyst of the crosslinking 
reaction of the barrier layer constituent of this invention, and a free acid (free acid) and an acid 
formation agent (acid generator) are raised. As an example of a free acid, although methansulfonic acid, 
ethane sulfonic acid, a propyl sulfonic acid, a phenyl sulfonic acid, toluenesulfonic acid, 
dodecylbenzenesulfonic acid, and trifluoro methylsulfonic acid are raised, it is not limited to these. 
[0047] As an acid formation agent, a heat acid formation agent (TAG), photograph acid formation 
agents (PAG), and those mixture are raised. The heat acid formation agent and photograph acid 
formation agent of arbitration are useful in this invention. A heat acid formation agent is the compound 
of the arbitration which separates an acid by heat treatment. As a suitable heat acid formation agent, 
although 2, 4, 4, 6-tetrabromo cyclohexa JIENON, benzoin tosylate, 2-nitrobenzyl tosylate and the alkyl 
ester of other organic sulfonic acids, and the amine salt of a sulfonic acid, for example, the amine salt of 
dodecylbenzenesulfonic acid, are raised, it is not limited to these. Generally activation, i.e., the thing 
which generates a sulfonic acid by exposure to heat, is desirable. A photograph acid formation agent is a 
compound which separates an acid by the photolysis. As a suitable photograph acid formation agent, it 
is onium salt and halogenation nonionic photograph acid formation agent, 1 [ for example, ], and 1- 
screw (p-chlorophenyl). - Although 2, 2, and 2-trichloroethane and a fluoro alkyl sulfonic acid like a 
perfluoro-octyl sulfonic acid are raised, it is not limited to these. 

[0048] 8% of acid catalysts exists preferably in the constituent of this invention typically in about 0.5 to 
about 5% of amount of solid content from about 0.1 of sufficient amount, for example, solid content, to 
carry out the catalyst of the desired crosslinking reaction. It is desirable in this invention to use the 
combination of an acid catalyst. As a suitable combination, a free acid and a heat acid formation agent 
are raised to a free acid, a photograph acid formation agent, and a list. Generally it is known, such an 
acid catalyst is commercially available, and it can be used, without refining further. 
[0049] The constituent of this invention contains one or more solvents. The solvent of the arbitration of 
compatibility with a compound is suitable. The solvent of hypoviscosity is desirable. As a suitable 
solvent, for example Propylene glycol methyl ether acetate, 2-heptanone, ethyl lactate, or one or more 
glycol ether, For example, 2-methoxy ethyl ether (jig lime), ethylene glycol monomethyl ether, 
Propylene glycol monomethyl ether; The solvent which has both an ether part and a hydroxy part, For 
example, methoxybutanol, an ethoxy butanol, methoxy propanol, And ethoxy propanol; Ester, for 
example, methyl-cellosolve acetate, Ethylcellosolve acetate, propylene-glycol-monomethyl-ether 
acetate, Although dipropylene-glycol-monomethyl-ether acetate and other solvents, for example, 
dibasicity ester, propylene cull BONETO, a gamma-butyrolactone, etc. are raised, it is not limited to 
these, this invention - setting - especially a useful suitable solvent - a comparison - it is the high 
boiling point, i.e., the solvent which has at least preferably about 170 degrees C of about 190-degree C 
boiling points at least. The mixture of a solvent can also be used useful in this invention. That is, the 
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solvent of this invention is mixable with other one or more solvents. Such other solvents can be a high- 
boiling point or a low-boiling point. When two or more solvents are used, it is desirable that at least one 
solvent has the boiling point of the range of about 75 to about 200 degrees C. When two or more 
solvents are used, it is desirable that at least one solvent has less than about 200 boiling point, and has 
the boiling point when other at least one solvent is more expensive than about 200 degrees C. 
[0050] Although the constituent of this invention is not limited to arbitration by other one or more 
components and these, it can contain a plasticizer, a surfactant, a lubricating agent, a color, a 
chromophore, a pigment, etc., for example. A plasticizer can be added to the constituent of this 
invention in order to improve the specific property of a constituent. Although dibasicity ester like a 
dimethyl horse mackerel peat and dimethyl succinate is raised as a suitable plasticizer, it is not limited to 
these. The mixture of a plasticizer can be used in this invention. Typically, a plasticizer is preferably 
used in about 1 to about 5% of amount about 10% from about 0.5 of solid content. It is desirable that 
one or more plasticizers are used in this invention, up to about 50% of solid content - since - it is 
understood by this contractor that a lot of plasticizers like about 100% are used useful in this invention - 
- 1 will come out. As for a plasticizer, it is desirable that it is a liquid. 

[0051] As a surface active agent of arbitration, although a nonionic surfactant, cationic surface active 
agents, and those mixture are raised, it is not limited to these. That to which especially a suitable 
surfactant is sold from a fluorination surfactant, for example, 3M company, is raised. A surfactant is 
typically used in about 0.1 to about 1.0% of the weight of the range. 

[0052] It is surface leveling agents including what is available as a trade name Silwet7604 from Witco 
as an advantageous leveling agent in this invention, or 3M. The available surfactant FC430 is mentioned 
from Company. Selection and the amount of such a leveling agent are the matter of this contractor's 
capacity within the limits. Typically, such a leveling agent is used in about 0.1 to about 2% of amount of 
the total solid content. 

[0053] The constituent of this invention can act also as antireflection coating. For example, when the 
polymer and/or cross linking agent which can construct a bridge contain an aromatic series radical, such 
a constituent can be used as an acid-resisting constituent to 193nm radiation. As an exception method, a 
color or a chromophore can be added to the constituent of this invention by copolymerization or mixing, 
and a useful acid-resisting constituent can be offered in the radiation of other wavelength. For example, 
sufficient chromophore for the polymer and/or cross linking agent which can construct a bridge is made 
to contain, and about 0.3 to about 0.8 optical density can be obtained in the exposure wavelength used 
for the photoresist layer applied succeedingly. As an exception method, a chromophore like an 
anthracene compound can be directly added to the constituent of this invention. 
[0054] The concentration of the concentration of the desiccation component in a solvent, i.e., the 
polymer in which one or more bridge formation is possible, one or more acid catalysts, and one or more 
cross linking agents changes according to the factor of many like the method of application. Generally, 
the solid content content of the constituent of this invention is about 0.5 to 25 of the sum total weight of 
a constituent % of the weight, and a solid content content is about 2 to 20 of the sum total weight of a 
constituent % of the weight preferably. The constituent of this invention is prepared by combining a 
component in order of arbitration. 

[0055] The constituent of this invention is useful as a barrier layer on a base, especially a dielectric layer 
base in manufacture of an electron device, for example, a semi-conductor, a conductor, an integrated 
circuit, a printed circuit board, etc. The constituent of this invention is useful especially in manufacture 
of a semiconductor device like the wafer used in manufacture of a semi-conductor. The constituent of 
this invention is applicable to a base by the various approaches of arbitration like for example, spin 
coating. In case it applies to a base, the constituent of this invention offers coating or the layer arranged 
on a base front face. For example, when a constituent is applied to a semi-conductor wafer by spin 
coating, about 1.5 microns of thickness of the film obtained can be preferably controlled in about 200A 
to about 1.5 microns from less than about 200A. Typically, about 1600A of barrier constituents of this 
invention is preferably applied in an about 600 to 1200A layer from about 600. 
[0056] That is, this invention is the approach of offering a barrier layer on a dielectric base, is a barrier 
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constituent containing the polymer in which one or more bridge formation is possible, one or more acid 
catalysts, one or more cross linking agents, and one or more solvents, and offers an approach including 
the process which arranges the polymer which can construct a bridge, and the constituent with which at 
least one of the cross linking agents has one or more acid parts on the front face of a dielectric base. 
[0057] In the photoresist of arbitration by the dielectric layer of arbitration, and the dielectric layer by 
which PVD(ing) or CVD deposition was carried out preferably, or contamination of antireflection 
coating, the barrier layer of this invention is advantageously used, reduction thru/or in order to lose. As a 
suitable dielectric layer, an inorganic dielectric layer, organic dielectric layers, and such mixture are 
raised, and it is an inorganic dielectric layer preferably. As a suitable inorganic dielectric layer, although 
silicon content dielectric layers, such as a silica, SHIRUSE float oxane (silsesquioxanes), alkoxysilane 
by which condensation was carried out selectively, and silicate by which refining was carried out 
organically, are raised, it is not limited to these. Various organic dielectric matter can also be used in this 
invention. 

[0058] Typically, a bridge is selectively constructed over the constituent of this invention at least by 
heating about 250 degrees C at about 90 to about 225 degrees C preferably from about 75. The thing of a 
barrier constituent for which a bridge is constructed over about 10% at least is said [ "a bridge is 
constructed selectively at least" and ]. It is desirable that a bridge is substantially constructed over a 
barrier constituent, and a bridge is more preferably constructed over it thoroughly. The constituent of 
this invention can be hardened by presenting one process or 2 process baking with the base by which 
coating was carried out with the constituent. The constituent of temperature and a period sufficient in 1 
process baking to construct a bridge in a constituent substantially preferably selectively at least, and this 
invention is heated. As an exception method, although 2 process baking is not enough to construct a 
bridge in a constituent, it heats to the 1st temperature which is made to carry out a reflow of the 
constituent and improves smooth nature, and the constituent of the 2nd sufficient temperature and a 
sufficient period to construct a bridge in a constituent substantially preferably selectively at least 
subsequently, and this invention is heated. 

[0059] Generally, the constituent of this invention is more preferably hardened [ 15 / about / 30 / about ] 
for about 60 seconds further more preferably for about 120 seconds for about 120 seconds for about 360 
seconds from about 15. It will be understood by this contractor that the concrete setting time changes 
with whenever [ class / of cross linking agent /, amount / of a cross linking agent /, amount / of an acid 
catalyst /, and stoving temperature ] etc. This invention is a device which has further a dielectric layer 
and the barrier layer arranged on it, and offers the device with which this barrier layer has the polymer in 
which one or more bridge formation is possible as a polymerization unit, and one or more cross linking 
agents, and contains the polymer which can construct a bridge, and one or more polymers in which at 
least one of the cross linking agents has one or more acid parts, and over which the bridge was 
constructed. In such a device, it is desirable that the photoresist layer is arranged on a barrier layer. It is 
still more desirable that an acid-resisting constituent is arranged between a barrier layer and a 
photoresist layer. 

[0060] In manufacture of an electron device, especially a semi-conductor wafer, a dielectric layer is 
often applied by a physical vapor deposition (PVD) or chemical vacuum deposition (CVD). Because of 
continuing etching and a metallization process, eclipse ****** with a pattern is required for these 
dielectric layers. Such pattern NINGU is attained by the activity of a photoresist and is often used with 
antireflection coating. Application of the layer of the barrier constituent of this invention before 
applying a photoresist layer, and the application before applying antireflection coating preferably 
decrease or lose poise NINGU or contamination of a photoresist layer by the dielectric layer. 
[0061] Poise NINGU or contamination of a photoresist layer is proved by reduction of the resolution of 
a future. For example, drawing 1 is the cross-section photograph of scanning electron microscope (SEM) 
** of the contact hole in the dielectric layer formed without using a barrier layer. The remarkable 
Boeing in the pars basilaris ossis occipitalis of a contact hole is clearly seen in this drawing. When the 
barrier layer of this invention is used, it decreases greatly or poise NINGU or contamination of a 
photoresist layer is canceled so that it may be shown by the Boeing. Drawing 2 is the cross-section 
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photograph of the scanning electron microscope (SEM) of the contact hole in the dielectric layer formed 
using the barrier layer of 600A this invention. As compared with drawing 1 , reduction of the amount of 
the Boeing in the pars basilaris ossis occipitalis of a contact hole is seen clearly. If the barrier layer of 
this invention becomes thicker, such poise NINGU or contamination will decrease further. 5 is the cross- 
section photograph of the scanning electron microscope (SEM) of the contact hole in the dielectric layer 
formed using thickness (1000 A, 1500A, and 2000A) of the barrier layer, respectively from drawing 3 . 
As shown in drawing 2 thru/or 5, the barrier layer of this invention decreases poise NINGU or 
contamination of a photoresist layer notably so that it may be shown by the Boeing. 
[0062] The polymer for which this invention constructs [ the process which offers a dielectric layer on a 
base and ] beyond bl a bridge, The barrier constituent with which at least one of the polymer which can 
construct a bridge, and the cross linking agents has one or more acid parts including one or more acid 
catalysts, one or more cross linking agents, and one or more solvents the process arranged on the front 
face of a dielectric layer, and c - a base is heated to sufficient temperature to harden a barrier 
constituent selectively at least, and the manufacture approach including the process which forms a 
barrier layer of an electron device is offered. Typically, a photoresist layer is arranged on the front face 
of a barrier layer. It is desirable that antireflection coating is arranged between the front face of a barrier 
layer and the front face of a photoresist layer. It is still more desirable that a photoresist layer contains a 
positive type photoresist. 

[0063] The polymer for which this invention constructs [ the process which offers a dielectric layer on a 
base and ] beyond bl a bridge, The barrier constituent with which at least one of the polymer which can 
construct a bridge, and the cross linking agents has one or more acid parts including one or more acid 
catalysts, one or more cross linking agents, and one or more solvents A base is heated to sufficient 
temperature to harden a barrier constituent selectively at least, the process arranged on the front face of a 
dielectric layer, and c - The manufacture approach including the process which forms a barrier layer, 
the process which arranges antireflection coating on the front face of d barrier layer, and the process 
which arranges a photoresist layer on the front face of e antireflection coating of an electron device is 
offered. 

[0064] When the barrier layer of this invention is used without using antireflection coating, a barrier 
layer is more desirable about 1000A at least, and it is desirable to have the thickness of about 1500A at 
least further more preferably about 1200 A at least. When antireflection coating is arranged between a 
barrier layer and a photoresist layer, it is desirable that a barrier layer has at least more preferably about 
400A of thickness of about 600A at least. About 2000A of the typical range of about 2500A of the 
thickness of the barrier is about 800 to 1500A more preferably in about 600 from about 400. Generally, 
antireflection coating has preferably about 2000A of thickness of about 400 to about 1600A from about 
200. Generally a photoresist layer has preferably about 10000A of thickness of about 500 to about 
7500A from about 200. 

[0065] The advantage of the constituent of this invention is that they are a photoresist, and the dielectric 
and spin ball compatibility (spin bowl compatible). [ SUPINON / compatibility ] Although this 
invention was explained about semi-conductor manufacture, this invention can be used in a broad 
application. The following examples do not illustrate the various modes of this invention, and do not 
restrict the range of this invention at all. 

[0066] the rmetacresol-Parakou resol -2 by which the example 1 barrier layer constituent was prepared 
by combining the following, and 5-dimethoxy phenol novolak polymer (the solution of 30% of solid 
content in propylene-glycol-monomethyl-ether acetate (PGMEA) -) 301 .268g and 75.95% of solid 
content, Mn800, Mw2500 g/mol, Tg83 degree C; 9.520g of dodecylbenzenesulfonic acid blocked as a 
heat acid formation agent, King Industries, Norwalk, and Connecticut - since - Nacure5225 sold and 
25% solid content in isopropanol - 2% of solid content; it is tetra-butoxy glycoluryl (26.180g) as a cross 
linking agent. 22% of solid content; surface activity lubricating agent FC430 (it is sold from 3M, 
Minneapolis, and Minnesota) 1% solution in PGMEA, 5.950g, 0.05% of solid content; dimethyl horse 
mackerel peat (5.950g, 5% of solid content which does not contain this);, and 322.5 12g of PGMEA. 
This obtained sample of 17% of solid content 700g. enough to dissolve the matter in a constituent ~ 
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carry out a time amount roll (roll) and let the 0.2-micron Pori (tetrafluoroethylene) (PTFE) filter pass 
before an activity — it passed. 

[0067] It is called four wafers (sample 1-4) containing an example 2 P/CVD dielectric layer. Mark8 was 
used and the spin coat was carried out by various thickness with the barrier constituent of an example 1 . 
The constituent was baked for 60 seconds at 195 degrees C. Spin coating of the commercial 
antireflection coating (AR7, Shipley Company, Marlborough, product made from Massachusetts) was 
carried out on the front face of the hardened barrier constituent, and it considered as the thickness of 
600A, subsequently it baked for 60 seconds at 175 degrees C, and the film was hardened. Spin coating 
was carried out by the same thickness various with AR7 antireflection coating, and four wafers 
(comparison sample C1-C4) which have the same P/CVD dielectric layer were baked on the same 
conditions. These comparison samples do not contain the barrier constituent. Spin coating of all the 
wafers was carried out by the commercial photoresist (UV210, product made from Shipley Company). 
Coating of the photoresist was carried out to the thickness of 5000A, and it was baked for 60 seconds at 
130 degrees C. Subsequently, the wafer used ASML 5500/200, and exposed it by 25 mJ/cm2 to 33 
mmJ/cm2, and the trench whose aspect ratio is 200nm of 1 :2 was prepared. Succeedingly, at 130 
degrees C, the wafer was baked for 90 seconds to exposure, and, subsequently was developed to it. A 
result is shown in a table 1 . 
[0068] 
[A table 1] 

* 1 







JS£ (A) 




i 


1300 


600 




2 


1000 


600 




3 


700 


600 




4 


400 


600 




C-l 


0 


1300 




C-2 


0 


1000 




C-3 


0 


1600 












C-4 


0 


1900 













[0069] The above-mentioned data show clearly that it is effective in the barrier constituent of this 
invention decreasing in number or preventing poise NINGU or contamination of a photoresist layer by 
the dielectric layer. Furthermore, in case the constituent of this invention is used, the thickness of an 
antireflection coating layer can be decreased. 

[0070] The spin coat of the four wafers (sample 5-8) which have example 3P / CVD dielectric layer was 
carried out by thickness various with the barrier constituent of an example 1. The constituent was baked 
for 60 seconds at 205 degrees C. Spin coating of the commercial antireflection coating (AR3, product 
made from Shipley Comapany) was carried out on the front face of the hardened barrier constituent, and 
it considered as the thickness of 600A, subsequently it baked for 60 seconds at 205 degrees C, and the 
film was hardened. Similarly spin coating was carried out by the thickness of 600A by AR3 
antireflection coating, and one wafer (comparison sample C5) which has the same P/CVD dielectric 
layer was baked on the same conditions. These comparison samples do not contain the barrier 
constituent. Spin coating of each wafer was carried out by the commercial photoresist (UV200, product 
made from ShipleyCompany). Coating is carried out to the thickness of 5000A, and a photoresist is a 
pro squeak tee. The hot plate (proximity hotplate) was used and it was baked for 60 seconds at 140 
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degrees C. Subsequently, the wafer was exposed using ASML 5500/300, and prepared the 0.22-micron 
contact hole. They are 90 seconds and a pro squeak tee at 140 degrees C about a wafer succeedingly to 
exposure. It baked using the hot plate and, subsequently negatives were developed. The scanning 
electron microscope (SEM) estimated the wafer after development. Drawing 15 shows the sectional 
view of the formed contact hole. Exposure conditions and a result are shown in a table 2. 
[0071] 
[A table 2] 

£ 2 







Eo (mJ/cm 2 ) 


E, (mJ/cm*) 


m 


5 


600 


5.0 


33.0 


2 


6 


1000 


5.0 


29.5 


3 


7 


1500 


5.0 


34.5 


4 


8 


2000 


5.0 


33.0 


5 


&5 


0 


5.9 




I 



[0072] The activity of the barrier constituent of this invention offers a contact hole with little a good 
sidewall profile (sidewall definition) and the Boeing as compared with what was formed without using a 
barrier constituent. For example, drawing 1 is the cross-section photograph of the contact hole by the 
comparison sample C-5, and this shows the remarkable Boeing. By contrast, drawing 25 is the cross- 
section photograph of the contact hole formed using the barrier constituent of this invention. These 
photographs show clearly that a contact hole has a good sidewall profile and has little Boeing 
intentionally. 
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* NOTICES * 

JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2. **** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



DRAWINGS 



[Drawing 1] 




m i 

[Drawing 2] 
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[Drawing 3] 
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owing). S@J&&. fc^^^f-f^ ( f o o 
t i ng) HaMlca^*tNL>SM*-fr*Ct^ 

[ 0 0 1 5 ] m 1 £>ffi*f iCfcl^T. *^^I4 1 aJiCDSg 

pTffi*7Ky^-tSgSftIO'>3S< <tt 1 o#i JM±(DK 
[0 0 16] §T2(D&*ifCfc^T. **BJI4. 
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[00 1 7] B3CD®«|rfctNT. ^fgBJIi, 
£ -£-(D±lcEB£*tfc/<y TBSW-fS^r/W ^.T'fe-o 

[001 s] »4ro®^ic33^r, ^fge^ii, mn&m 

*L-JirV\si>7. hSOlffllc/^'J 7Jt£Efif •& :t5§ 
waTfeot. s/<'jt®a<. KdWttfc LT 1 GLt 
ag^Bri6J&^"jT-tSi^sii(D'>ja:< 1 1 1 ia± 

[OO 1 9] *5 0>ttf*l=£l^T, *£BJIi s a) g(* 

£=*rt*> Ay r^adc^i*. mn»mo>mm±\z&m-tz> 
n> 

[0 0 2 0] tg6CD£t$l-fc^T. *HB^I*. a) S{* 

<&_tictjsm#B£gfft-t*xii. 

b) i &.±<Dmm^sm^'j^—. i^ommm. 1 

s*r-fs/<y7isj£ta£. Km»®a)a®±i-BBS-r^ 

IS. 

[O 0 2 1 ] *B8iaS£SC.Tffiffl$*t£>4,<Di: LT. 

■S : °C=SftSg : g=^7A ; c m = -fe h 

: A=^->^X hD— A : r pm= 1 ttralfefcyOJE 
&8t : %w t =M/<— fe> h;mo I %=^;|/% ; m 
J =5 U vjl— 7U ; cir>2=!FSt>f ; L = 



■J h^U : m L = S 'J 'J *y h;u» fflU TtK'J 7 — j i: 

^tK'J^-. aTK'J-7— 5. fflU r^/-7 
-J tli. Sft$*i«C£6<-e£«. ffig<Dx^u>14 

7$ 'J U- h*i<i:lM$7£ 'J U— hfl>Bi*$#t?. !§} 
tile fflg r 0-51) r*y;u7 5 Kj 7^y;u 

*j tit. t?7. hu^fc^tf ^;h.&0>ta<*£:b-t*£ 

l*5„ r7i-ft-(feature)jtli,7/( 

[0022] x&mzmw&m. #ici*pvD*fci*c 
v d z*itzBmwmttV) rmzm-r ££#£ii{*-f 

*f£Bjii#ic. ^+ hus?*K SMftiha— 

[0 0 2 3] **9)0>|gJttfel*. i Bi±©as«^rnjs:* 
irofgsn^^tvcyT^a^-cfcor, SBe^rfiiftTKy 
-r-s./<yTis«§iS!^t LTtffl-cfcs. r^ttspej <t 

^Wic w*L<i*HSfl<iic. <fcy»^L<(i±< 
HIS -y ^ 3F^fcittt«£»fiE LT L^fti^Ktt 

ssfi^m^o »£l<i*. itttspfifl>3 o%ja±. *y 

»*L<l*2 0%JJl±A<. ffil<b**i.i*ir^P-y^$ 
4^fci$1±a^^»fi^LrL^^:L^„ *-<7> J: 5 ^atttfiPfi t L 

ti*. *;u7ff>K. fct^tf 
[0024] sgfii^'&'-Ky^-Ats^mfi.tLr. 1 
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<. 1 m±09l#St KQ+v^SS^y ^-^^t;c 
fctf<fcy#*Li\, ^C0cfc5^S?tg^fi6^* o, J-7--lcfc 

y 5 £Z>tZ±i)&3iL 

t t,S20, 30. 40. 50. 60. 70. 80. 

J: 1/9 o^u%o8£teS&a£*rr<5^ / <D 

[0 0 2 5] *§£BM\Zt$l^xmmte. aSttpTffi^^K'JT 

(Ci-C 6 ) r;Uzi^v^i:7!)<feff ^tt^>*<. c 

<fctf3Mgl5flli. i £y t>£i*IM±Stt* fc&iLtflJcy 
*£^5f#l£t KPtv;H, *fctt*»«ifc KP*5/ 

[oo2 6] a^Mfcii. gm^munzv^-ititoeo 

OOfcTF. #£L<l££j5 0 0 0UrF. cfcy»£L<(* 
^3 0 o oaTOll¥^lS%tl)o SgffipTSgfc 
tKU^-^ 'M<H«300, L <t 
*,ift400. ^y^^L<li^^<<t^*U500<DMfi 

ffltt«*¥«S»**a)IEHI*. ft) 3 00^6»800 
0. .fey $f£L< l*£)3 O 0fr&ft|5 o o o-cfe^o 

[0027] ^flgwcoasaorteftTKy^— tt/hs«c»* 

^M£<Dit^ (Mw/M n ) £ LT*S14tt(tt>*l£o * 
*IBa>#y-7— (*AfiWlc(4 % d>fc< 1 . 5. »* 

L<i*d>tt<fcti. s. cky»*L<i**ft< 

2. O. *6l=<fcy»*L<l**tt<fc*2. 5. $6 
l=*y»0)*«C< tt3. 0. fttfff L< I*** < t 
t3. 5(DMw/Mn. fcfr^ £ £o * 

5*Mt>4. #£L<f*1 . 8^&4 % *y»*L<l*2 
rf^t, 4(Dliil"C&£>o 
[0 0 2 8] *HI<P*«Rnilft7Ky-e-4:Uri*. 
ttTJUxt: Kttdtt* fe*i;# , J (tf-;u:?xy-;u) 
4>J:?&* 1 £LL<Dfc KP*y;H***/7- (7>S^ 

^ft K£0l&&lc£o-Ci8S$*U £&l=lfty»|C?? 

9tfmte***rC&y« K i r k Othmer Enc 



yclopedia of Chemical Tec 
hnology. 1 5#. 1 7 6-20 8^— v. 19 

6 8^#t;#<(D : PjfT^icg§^$+trfcy. wmrmiz 

i^<. {y % J)^>y — ;u ; I — ;u. ;u. 
i//-;i/fcj:tfp- t e r t -^f;i/7i; — ;u£i*i; 

— ;U*5c*:l/4, 4' --fV^Pt 0| Jf>y7x/ 
— ;u£l£C#><t-r<5fc:*:7xy-- ;KD<fc5*. <tecot K 

;1£#3. 2. 5-+yU/-;k &tfl3C;h,P>tf>;l£!fel 
[0 0 2 9] GEJB^tL^TJU^r t KlM*B#)fcii*/uA 

»*Ll*S*jfc7JUT r fc K(** fcK 

Tli. 2-^7DP^>X7;uft K. 3-tKn*y;t/ 
^>X7il/ft K. 4-t KP+y^>X7;i/ft 
K. 2- / h + y^yX7JUft h\ 3-— hP^OX 
7/l^fc h\ *CifA<fclf 6*t«, T^fc Ka>«*«B* 
*^B^Icfc^r#ffilcfi6ffl-r^Zi:/)<T*#4o 3?§&7 
il/ft KA<t^l/A7;i/ft K. ^fcli^UAryu^rt K 
Iftffif*. f;tilB/<7/t;i/A7^ft K£»***i*» 

K*y t^U&SJ-CSSEL. <*:y»*L<liT^T r t K 

[0030] ft^Mizii. ^xy-;u-y tP^^^^bi 
li7x/-;KDJg&, -r^^)*>Ka)??STJct KP*y 

^ 0 7;i/ft K<D^;uSSii^xy— jn^^ii/M^y 

^c^fe^^o coa^^b, 7xy-;ut7;i/ft 
Kt<Ditl*. fti. i*ti. oA>bi. 0S*1. 

9511* (Zampini) #gB 0 -&\Z > 

2. 5. #£L<I*'>fc< <tt»3. O. i:y»*L< 
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[00 3 1] ffSCDt KP + v;u*^x^u>14*fc 
h*v7i/-;k t Ka^yif;i/ 

7^'JU-k 2-tKP^>7Qt^ (^^) 7^U 
U-K + (**) 7^'JL/- 

K tKa*y^P^*v;b 7^'JU-K 
tKP^rv7x-Jl, (*$) v-X^Lx 

><y*'ja-;u (>*) 7^'Ji/-h, bfx (tKP^rv 
x^;u) -f*a*— K ex (tKa^rvifJl/) vh 
^a*— h. fx (tKP^yifii/) 7^l<— K t 
Kn*vx^M^3^- K 7 , J;^i/-;k 7U 
h*y7iy-ik 7U;u7;i/3-;k tf-;u7;u 

[oo3 2] *^§B^(D^igpre6^7tx o g^-^ m^me 

L<l*'>£< <bt,8M o^;u%^t;c<h*<»£Li>o » 
*LU3?§SHb^1?3£ Ltlt :7xy-;H4<b«&&u ^ 

<i£ Lt'M< £*IS2 0^;u%<7)^#&<b^3£^i; 

[0 0 3 3] 4$(c^*SgS^gE*^uv-Ji. 1&± 

— . fc<kiUi (>$) T^UU-hTK'J^-^^ttO) 
t^T, ^SiS-TyU^t Klg^COMw/MnCDfit 
A<'>&<tt2. 5. #£L<l*'>fc< <tt 3. OT'fc 
£fc<Z>T?fc£ e *z<t*li (>*) 7^'J U-h* P 'J^- 

&££fclz^i;*|£f;i:. /\-'J7fflfiE^X7f>^M 

£*<£*K#*L<. J:yfffL<IJy;i/7i-U>SP 
[0 0 3 4] ^*B^lgSpJfife>S7K';^-^ISSf *fc 



K r;u^-;i/ (>*) t^uu-k (>*) 

*u Wc(*y#9**«Bfc* 1U1±(D7KU ( (;**) 
7v"J;H£) % tH'J ( 7^'J^7 5K) % tf'J 

(**) T<7';u-h) . tKu (>*) 7>7>j 

[0035] aMWi^ii. ^miz^xmmuT)^ 
ji> o>) T^uu-hfi. (ci-c 2 4) 7jMp;u 

»iBfc7;Mr;u (**) 

7^Ul/-hiLtlt rp-ij^h (low cu 

t) j 7;u*;u 7^Uu-K Fiiv h 

(mid c u t ) J T;U^ (* *) 7^ «J U— hfc 
<fctf I"/ vf *7h (high cut)j 7;Mr-n> (> 
SO 7*'JU— htf*lf&*l**«* Cttt,|CK^$4x^> 

t<Dx-ittei\ 0 rp— ^j^hj 7;u*;u (-**) r^u 
u-H*. ftSWici*. r;u^;ua^i -6ffla>K*K 
^ftt^tOt-feSo »lJS:P-*i^h7^+;i/ (* 
^) T^'JU-htLri*. >f^^7^'Jl/-h 
(MM A) . yf;i/7^'Jl/-h, X^^UT^UU— 

^Pe^$7^'JU-h, $7? U U— 

h (BMA) . ^7^'JU-h (BA) . ^TV^f 
»J U— h ( I BMA) . ^T^ U 

U— h. P^yiM $7<7 *) U— h. y^P^* 

[0036] rs?K*?H (^^) r^u 

(>^) 7^'JU»hi:Ltl^ 2-x^/l^+i/>U7 
(EH A) . 2-Xf^+y^^$7^U 

U- ^Vfy;M^7^ >J U-h (I DMA. »ft 
(C10) T^;^1±tt:il^^^-X<h-r^) . ^7 

>fyJM^7^UU-h, Kfy^^7^Jl/-h 
(^^'j;U>^r^UU-hii:LT4,»]t)tt^) . 

fy;M^7^'Jb-h, f h7fy;M*7^'JU- 

h (S'JXf;^ ^T^U U-h<t LTtfiIf>tt^) . 

tffl&;lattl^ LTIi* Kfy^>*fyW*7 
^UU-h (DPMA) % iiafc<fci;^ttffi(7>K7=v 

>7^Ul/-h (LMA) tfmfZtl&o 

[0037] hj t;u^;u (**) u 
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'J U— K ^^fv;U^^7^7 U U-K 

vJUy U U— K x-f =i*>;U>*7$ 'J U— K 

fc <*: Z +l t> (D;^^I^(f b ft & *< C ft b £ ft 

&*<D-ei*#l^ /W*'^h7^ 7^'JU 

^^fcS^^U-x^zivjuy^r^'J U-K (C 
EMA) ; ^^(Z^^^vyUfcc^^^^^v^^^ 

TO 'J u— hcDfg^r^T'fe^ir^;U"XTT ! J;u^ 

>>UU-h (SMA) 3^*lf bft£#Cft<blZ|g££ft 
[0 0 3 8] K-**y hfc£l//W-;fc'y h 

t;u*;u (y$) 7^uu-h : Ey7-it ffiLt, i* 

x^JMb*&i::£oTijig!£ft. eft bjS^MlcA^j 
tg^r;u=i-;ni. t^/uSjWK^IS^ i o~i 5 
fi^fciii 6-2oMt^, «>!?^S07^3-;u 
<z>;!^3-efc£o cftt>a>T;u3-;uo«<t uxii. v 

ista Chemical company £ N t> <Z> * 
m*t£T—<f"5— Mmt (Z i e g I e r catal 
y z ed) ALFOL7^3-;k -T*t>^. ALFO 
L 1 6 1 8fccfctfA LFOL1 620, Shell C 
hemi ca I Comp a n y^bflJti^^-^ 
-«lijbNEODOL7^a-;k NEOD 
OL25L, 3fel/l3P roctor&Gamble* s 
*±0>T A - 1 6 1 8fc<J:l/CO- 1 2 7 00^5 4^ 

£ftfc@*<£>7;U^U 7^ , Jb-hSp D n ^fc 

f£ft-eft<. tfr€*ftfc<ft5£OT;Mr^ (y$) to 1 ) 

[0 0 3 9] ^:SgB^|cfcl^•c^ffl^^7;^+;^ (y*) 7 
^Ub- h^y^-f*. i&SuD^y -efe£*v *fc 

7^U^75KfcJ:(;7il/+^ 7* 'J U- 

h^y^-iiffsica^^ft^ct^r^^o tttmun 
^<7>g& (y*) 7*u;u7 5 Kfc£tf7;u*;u (y 

7^'Jl/- h^y^ — £LTIi. tKD^y (C 2 

-c 6 ) 7;u*;u (y*) 7^'JU-K v>7;Mr^7 
= y (c 2 -c 6 ) -7;Mmu 7»Ui/-K 
v7m7 5y (C2-c 6 ) 7;u*;u (y$) 7$ 
u;u7 3= K^if bftS^-ftt>^lB^$ft4tcDT*i* 
fci\> ttf::*rji!S:ii»7Ju*^ (y*) T^uu-h^E 



i^TiS-ii (2— &) icfe^4,(7)T*&^o s»7;u*n- 
&tfft&m*tzitmm<D (c 2 -c 6 ) 7;u*;u-o&£ 

t KD4v7/^ 7^'JU-h : Ey7-^» 
£Ll> 0 »SfttKP*v7^ (y$) 79'JU- 
h^y ^7— <fc LTI±. 2-tKP^>if^^7^U 
U-h (H EMA) . 2-tKD+ylf^7^'JU- 
h (HE A) % 2-tKD^>^Pt»$7^ , JU- 
K 1 - ^ f 2 - 1 KP+vxf ^ 7^ 'J U- 
K 2-tKP+y-?Pfc>7^'JU-h, 1-y?- 
^-2-tKP^ylf;i/7^UU-h, 2-tKO^r 
*>:?^uy £7£ 'J U— K 2-tKP*y?fm 
v'U-K *5*i;cft&(Dfi*tt^*lf bft£#Cftb 
lzmj££tiZ>t<DT*lttj:l* e »a%tKP+y7^ 
(y£) 7^ , JU-h : E/7HiHEMA, 1-y^;U 

- 2 - t KD^yXf ^ 7^7 'J U- 2-fcKP 
^y?Dt°JU>^7^'JU-h, fccfctfCftbOJE^ 

rt KD+i/^D t°;uy*7^ 'j u- hj thp 

M A J <t»¥l£ft&o 

[0 0 4 0] *«MHi::j3i*T*jflfc. teoS^^ftfc 
(y*) 7^UU-h£ 7^'J^7 5K : Ey7 

— fi. r^*;uSie vTiu*;uT s y sifctty7W 

^75/7^H$tt4tO)t^^o -£-(7><*:5£:M 
feSftfc (y$) 7^'JU-hi: 7^'J;U7S 

K y/f;i/75/xf^7^'JL/-h, N , N-v> 
*)\,T^S 3LT)l>* $7<7 l ))l>7 ^ h\ N. N-y^f 
;i/-7S/7 P Ptf;^^7^'J;i/7 5h\ N , N-i>* 

Jl/7?y ^;^^7^'J^7S h\ N— (1. 1 -b 
(1 , 3-v37x— ;U- 1 -X^;U- 3 -t^rV^f 

;u) 7^'Jii/7Sh\ n — ( 1 i -^xx;u 

t KP+yX^7^7 'J^7S h\ 7S/x^HfU 
yOU70N-^^7^'JiU75K, N-y^T^'JJU 
^^•vx^;u^;u7^U yVf;u7S/^Pfcf;u7S 

XON-^U-fS h\ 36tffCCft&(D«ftttJ&<*(-f bft 
S^CftblC^SSft^tCDT'li^l^o 

[00 4 1] ^^lc*ffi)S:f6a)Sfe T<7UU 

— h^y^— ri. r-^Pt>h'j (C1-C6) tju 

(ci-c 6 ) t;u^v';;u (y^) r^'ju-h, 
r-^p t°;b^ ( c 1 — c 6 ) tao+v (Ci- 
c 6 ) r;u*;u*>U/u 7*uu-K r-^p 
tf;uv (C1-C6) 7)v*)i> (ci-c 6 ) t;u3* 
vv<j;u (y^) r^'ju-h. e-;uh«j (Ci-c 
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6 ) 7/ua**>i>'JM' 7*«Jb-K tf-/Uv> 

(C1-C6) 7JUP+V (Ci-C 6 ) TJ^y'J 

;u K tf=ju (Ci-c 6 ) 7;up 

— K e-;Uh'J ( C 1 — C 6 ) TJU^Uv'JJl/ (> 
SO 7^JU-K Zft^O^&^Oi'y p>^ 

[0 0 4 2] ^B^CD^Ft&fQ^B/ V-^ LT^fflJSe- 

"7— i-tt* xf u> ( rsTYj ) . a- 

IP%. 7*** Jt3tXteS5t*a> 1 Kl± 
0>/\ny>*£*t;B»i* ; RXf- hP. v7A (C 

1-C10) 7;u3+v, /\d (c 1 -c -j o) 

;U. -h)V-3 (C -| -C 1 o> TJV^^riy. AiM*4rS/* 

7^y, (C1-C10) 7^7 5yg5<*fof 

to 0 4 3] *^OTfifP^y V-<!: Lttffl^II 
>XI*4-e_ jUtf U y>f(Oe-Jbt 6, Jy> ; 2-> 

f 5 - if— n> tf y 2 -x^u- 5 - tf-^ t° 

'JyX 3-*fiU-5 — If— JHf"J2/>. 2. 3-v 

^f;i/-5-e-^t 0, Jv>, &t/2-y 3-x 
^;u- 5-e-;ut°u v>*<Dfi«7^*;u (c 1 - c 

8) tftN-f-;ue i Jv>; /fiH^'JVStf 

;u: N-tf— ;u;b;u/\v/— ;u ; N-e~;ux^->> 

5 K; *) 7? 'jD-KUiU ; o m-, Xli 

■J K> ; N. N-v> ^;U7S/x^-t*-;i/-x- 
; ifJI/-2-v7y7^ , jU-h ; If— ;U74r h 

- h'J;u ; n- tf— ju-f 5 K ; N-tf— 

4->^;u- 1 -tf— /I/— tfp y K>. 5->f;u-i 
-f— iU-t'PU K>, 3 -x^;u- 1 -t*-;u- t°a 
y K>. 3-^^-1 -tf-;u-eau 3. 3 
-v>f;b- 1 -e— ;u- t°p y K>. 4, 5-v>f 
1 -tf— ;u-tfQM K>. 5, 5-v>^;u- 1 - 
t^-epuKx 3, 3, 5- Hjyf/u- 1 -tf 

-;u-ep'J K>. 4-x^;u- 1 -tf-;u-tfp y K 
5->^;u- 5 -xf 1 -tf— ;u-tfpy K> 

Rtf3. 4. 5-MJ^f^-1-t # ^-t 4 P'JK> 
?0N-t-^t 8 P'J K> ; tf— JHfP— JU; tf~/U7 

[0 0 4 4] ^^iCfc^-t^tSfG^/ "7— t Lttffl 



;u. ^btf-;u. i&fctf-U ^^fce-U^fv. 
fcckr/^bf-'J^v^^*^^^. c+i^i^lSS* 

V-t*Sfl2#<Dft4 0fr*IS8 5%. #*L<l*8l6 0 

[0045] ^mmiz^xmmtsmmmt. mm^im 

>*fzl*^*tm±(D^a^^^o 3g«SfljW&7 5°C 
l^o SS^^Sffl^ia:. v-> hy f h7 v Xi'ij: 

y iSfeo^f^ttx^u^taa^y t-a<#*hSo 
**wic*fflft«**a>«fc it!*, h y tf-n^v-tf 

7^ l/^t/ye-;^vb> ; Sl/W^tl^ lfU> 

$fy p— ;uv7^ y K h 'jyfp-j^p/^ h 

'J79'JU- y If U >^ 'J □ t-JI/X-f 
;K h'J t*— Jbv^DA^x 7'J;M^^'Jl/-h 
( TALMAJ ) . If l/^'J^-^yy^^'Jb- 
h ( TEGDMAJ ) . ylfU>y'j3-^y>^ 

■Jb-h ( tdegdmaj ) % zfa tzisXf*) a— ;u 
y>^'jb-h, :7ptfu>^y p— ;uv7^ y u- 

K h'jyfP-^P/Oh'jy^^'JU-h ( TT 
MPTMAJ ) % yt- ;U^<>-tf> ( TDVBJ ) . ^ 
'Jyy;M^^Ul/-h, 2. 2 - y^fj^P/O 
1, 3v7^yU— K 1. 3-^ L/>^J3-Jby 
7^'JL/-K 1. 3 - ^fby^Ua- JUiy^^^y 
U— K 1. 4-^>yt-^y7^'Ju-h, vx 
f ls>?>) p— ;i/y7^ y U— h. yifUy^'J^- 
;i/yy$^'ju-h, 1. 6 - ^*-9->^— ;u^7^ 
y u— h. 1. 6 - ^-y-vv^j-— ;Uv^^<7 y u— 
k hy ^peu>^yp-;uv?7^y u-k hyx 
^ u>^y p— /ue?**^ y u— h. t h7ifi/>^ 
;uv?7^y u— 7h°y xf u>yy a— ;u2 o 
ov7^yu— k fhnf u>^y p—;uv^^<7 
uu-h, #yif u>yy p— ;uv>*^y u— 
x h^rv;Mbex^xy-;uAv7^y u— iht 

y;MteX7i/-;i/Ayy^^U U— K /K'Jxf U 

>>/yzi— ;u6oov>^^y u— k ?Ky 

;u) y79'JU- K ^V^i'JX'J 1 — ;u h'J7 
^yu-h. h'J^fP-^PAyh'Jih+yhU 
7^yu~h. v' l Jt , J;U7 P D7K*yh'J7^ l JL/- 

K ^y^i'Jxu I — ;uf- h^7£ y u— h. ^<>^ 
xyxyi — ji/f h^y^uu-h, y'on'jx 
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1. Title of Invention 



BARRIER LAYER 
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2. Claims 

27 

What is claimed is: 

1. A barrier composition comprising one or more cross- linkable polymers* one or 
more acid catalysts, one or more cross-linking agents and one or more solvents, wherein 
at least one of the cross-linkable polymers and the cross-linking agent comprises one or 
more acidic moieties. 

2. The composition of claim 1 wherein the cross-linkable polymer comprises as 
polymerized units one or more aromatic hydroxyl compounds. 

3. The composition of claim 1 wherein the cross-linkable polymer comprises one 
or more aromatic-aldehyde condensates. 

4. The composition of claim 1 wherein the acidic moieties are at least partially 
free of blocking groups. 

5. The composition of claim 1 wherein the cross-linkable polymer comprises one 
or more aromatic- aldehyde condensates and one or more (me th) aery late polymers. 

6. A method of providing a barrier layer on a dielectric substrate comprising the 
step of disposing on the surface of a dielectric substrate a composition comprising one or 
more cross-linkable polymers, one or more acid catalysts, one or more cross -linking 
agents and one or more solvents, wherein at least one of the cross-linkable polymers and 
the cross-linking agent comprises one or more acidic moieties. 

7. The method of claim 6 wherein the cross-linkable polymer ccarrpriscs as 
polymerized units one or more aromatic hydroxy! compounds. 

8. The method of claim 6 wherein the cross-linkable polymer comprises one or 
more aromatic -aldehyde condensates. 

9. The method of claim 6 wherein the acidic moieties are at least partially free of 
blocking groups. 

1 0. The method of claim 6 wherein the cross-linkable polymer comprises one or 
more aromatic-aldehyde condensates and one or more (meth)acrylate polymers. 

11. The method of claim 6 wherein the dielectric substrate is applied by physical 
vapor deposition or chemical vapor deposition. 
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12. The method of claim 6 wherein the dielectric substrate is inorganic. 

13. The method of claim 6 wherein the dielectric substrate comprises silicon. 

14. A device having a dielectric layer and a barrier layer disposed thereon, 
wherein the barrier layer comprises one or more cross-linked polymers comprising as 
polymerized units oue or more cross-linkable polymers and one or more cross-linking 
agents, wherein at least one of the cross-linkable polymers and the cross-linking agent 
comprises one or more acidic moieties. 

15. The device of claim 14 further comprising a photoresist layer. 

16. The device of claim 14 further comprising an antireflective coating disposed 
between the barrier layer and the photoresist layer. 

17. The device of claim 14 wherein the barrier layer has a thickness of from 
about 200 A to about 1-5 urn. 

18. The device of claim 14 wherein the dielectric layer is applied by physical 
vapor deposition or chemical vapor deposition. 

19. The device of claim 14 wherein the dielectric layer is inorganic. 

20. The device of claim 14 wherein the dielectric layer comprises silicon. 

21. A method of reducing contamination of a photoresist layer comprising the 
step of disposing a barrier layer between a dielectric layer and the photoresist layer, the 
barrier layer comprising one or more cross-linked polymers comprising as polymerized 
units one or more cross-linkable polymers and one or more cross-linking agents, wherein 
at least one of the cross-linkable polymers and the cross-linking agent comprises one or 
more acidic moieties. 

22. The method of claim 21 wherein the cross-linkable polymer comprises as 
polymerized units one or more aromatic hydxoxyl compounds. 

23. The method of claim 21 wherein the cross-linkable polymer comprises one or 
more aromatic-aldehyde condensates. 

24. The method of claim 21 wherein the acidic moieties are at least partially free 
of blocking groups. 
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25. The method of claim 21 wherein the cross-linkable polymer comprises one or 
more aromatic-aldehyde condensates and one or more (meth)acryiate polymers. 

26. The method of claim 21 wherein the dielectric layer is inorganic. 

27. Hie method of claim 21 wherein the dielectric layer comprises silicon. 

28. The method of claim 21 wherein the barrier layer has a thickness of from 
about 200 A to about 15 \juxl 

29. A method for manufacturing an electronic device comprising the steps of: a) 
providing a dielectric layer on a substrate; b) disposing on a surface of the dielectric layer 
a barrier composition comprising one or more cross-linkable polymers, one or more acid 
catalysts, one or more cross-linking agents and one or more solvents, wherein at least one 
of the cross-linkable polymers and the cross-linking agent comprises one or more acidic 
moieties; and c) hearing the substrate at a temperature sufficient to at least partially cure 
the barrier composition to form a barrier layer. 

30. A method for manufacturing an electronic device comprising the steps of: a) 
providing a dielectric layer on a substrate; b) disposing on a surface of the dielectric layer 
a barrier composition comprising one or more cross-linkable polymers, one or more acid 
catalysts, one or more cross-linking agents and one or more solvents, wherein at least one 
of the cross-linkable polymers and the cross-linking agent comprises one or more acidic 
moieties; c) hearing the substrate at a temperature sufficient to at least partially cure the 
barrier composition to form a barrier layer, d) disposing on the surface of the barrier layer 
an antireflective coating; and e) disposing on the surface of the antireflective coating a 
photoresist layer. 



#§32 002-1 28847 



3.Detailed Description of Invention 

1 

Background of the Invention 

The present invention relates generally to the field of manufacture of electronic 
devices. In particular, the present invention relates to photoresists and antireflective 
coatings used in the manufacture of electronic devices. 

In the manufacture of electronic devices, such as printed wiring boards or 
semiconductors, a number of layers of material, such as photoresists or antireflective 
coatings, are applied to a substrate. Photoresists are photosensitive films used for transfer 
of an image to a substrate. A coating layer of a photoresist is formed on a substrate and 
the photoresist layer is then exposed through a photomask (reticle) to a source of 
activating radiation. The photomask has areas that are opaque to activating radiation and 
other areas that are transparent to activating radiation. Exposure to activating radiation 
provides a photoinduced chemical transformation of the photoresist coating to thereby 
transfer the pattern of the photomask to the photoresist coated substrate. Following 
exposure, the photoresist is developed to provide a relief image that permits selective 
processing of a substrate. 

A photoresist can be either positive-acting or negative-acting. For most negative- 
acting photoresists, those coating layer portions that are exposed to activating radiation 
polymerize or cross-link in a reaction between a photoactive compound and 
polymerizabJe reagents of the photoresist composition. Consequently, the exposed 
coating portions are rendered less soluble in a developer solution than unexposed 
portions. For a positive-acting photoresist, exposed portions are rendered more soluble in 
a developer solution while areas not exposed remain comparatively less developer 
soluble. Photoresist compositions are known to the art and described by Deforest, 
Photoresist Materials and Processes, McGraw Hill Book Company, New York, ch. 2, 
1975 and by Moreau, Semiconductor lithography, Principles, Practices and Materials, 
Plenum Press, New York, ch. 2 and 4, both incorporated herein by reference to the extent 
they teach photoresist compositions and methods of making and using them. 
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A major use of photoresists is in the manufacture of semiconductors where an 
object is to create features, such as vias, trenches or combinations thereof, in a dielectric 
layer. Proper photoresist processing is a key to attaining this object While there is a 
strong interdependency among the various photoresist processing steps, exposure is 
believed to be one of the more important steps in attaining high resolution photoresist 
images. 

In such processes, reflection of actinic radiation during exposure of the 
photoresist and "poisoning" of the photoresist by the dielectric layer are detrimental to 
fine feature formation. Reflection of actinic radiation, such as from the layer underlying 
the photoresist, often poses limits on resolution of the image patterned in the photoresist 
layer. Reflection of radiation from the substrate/photoresist interface can produce 
variations in the radiation intensity in the photoresist during exposure, resulting in non- 
uniform photoresist line width upon development Radiation also can scatter from the 
substrate/photoresist interface into regions of the photoresist where exposure is not 
intended, again resulting in linewidth variations. The amount of scattering and reflection 
will typically vary from region to region, resulting in further linewidth non-uniformity. 

Reflection of activating radiation also contributes to what is known in the art as 
the "standing wave effect. " To eliminate the effects of chromatic aberration in exposure 
equipment lenses, monochromatic or quasi-monochromatic radiation is commonly used 
in photoresist projection techniques. Due to radiation reflection at the 
photoresist/substrate interface, however, constructive and destructive interference is 
particularly significant when monochromatic or quasi-monochromatic radiation is used 
for photoresist exposure. In such cases the reflected light interferes with the incident 
light to form standing waves within the photoresist In the case of highly reflective 
substrate regions, the problem is exacerbated since large amplitude standing waves c reate 
thin layers of underexposed photoresist at the wave minima. The underexposed layers 
can prevent complete photoresist development causing edge acuity problems in the 
photoresist profile. The time required to expose the photoresist is generally an increasing 
function of photoresist thickness because of the increased total amount of radiation 
required to expose an increased amount of photoresist However, because of the standing 
wave effect, the time of exposure also includes a harmonic component which varies 
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between successive maximum and minimum values with the photoresist thickness. IF the 
photoresist thickness is non-uniform, the problem becomes more severe, resulting in 
variable linewidths. 

With recent trends towards high-density semiconductor devices, mere is a 
movement in the industry to shorten the wavelength of exposure sources to deep 
ultraviolet (DUV) light (300 nm or less in wavelength), KrF excimer laser light (248 nm), 
AiF excimer laser light (193 nm), electron beams and soft x-rays. The use of shortened 
wavelengths of light for imaging a photoresist coating has generally resulted in increased 
reflection from the upper resist surface as well as the surface of the underlying substrate. 
Thus, the use of the shorter wavelengths has exacerbated the problems of reflection from 
a substrate surface. 

An approach used to reduce the problem of reflected radiation has been the use of 
a radiation absorbing layer either interposed between the substrate surface and the 
photoresist coating layer, called a bottom antireflective coating or B ARC, or a radiation 
layer disposed on the surface of the photoresist layer, called a top antireflective coating or 
TARC. See, for example, PCT Application WO 90/03598, EPO Application No. 0 639 
941 Al and U.S. Pat Nos. 4,910,122, 4,370,405 and 4,362,809, all incorporated herein 
by reference to the extent they teach antireflective (antihalation) compositions and the use 
of the same. Such BARC and TARC layers have also been generally referred to in the 
literature as antireflective layers or antireflective compositions. Typically, such 
antireflective compositions include, a radiation absorbing component (or chromophore) a 
polymeric binder and one or more cross-linking agents. For example, conventional 
antireflective compositions typically include an epoxy-phenol binder having no free 
hydroxyl groups or an acrylate binder substantially free of acid groups. 

Variations in substrate topography also give rise to resolution-limiting reflection 
problems. Any image on a substrate can cause impinging radiation to scatter or reflect in 
various uncontrolled directions, affecting the uniformity of photoresist development. As 
substrate topography becomes more complex with efforts to design more complex 
circuits, the effects of reflected radiation become more critical. For example, metal 
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interconnects used on many microelectronic substrates are particularly problematic due to 
their topography and regions of high reflectivity. 

One method of solving such problems resulting from variations in substrate 
topography is by placing a photoresist at the same height over a surface, as disclosed in 
U.S. Patent No. 4,557,797 (Fuller et aL). This patent uses a multi-layer structure having a 
relatively thick bottom layer of poly(methyl methacrylate) ("PMMA") to provide a planar 
surface, a thin middle layer of an antireflective coating and a thin top layer of a 
photoresist material. However, this system results in a thick polymer layer which must 
subsequently be removed. Such layers are typically removed by a variety of methods, 
such as chemical mechanical polishing ("CMP"), etching and wet chemical methods. 
Due to the added time and cost of such removal processes, it is desired that the polymer 
layers be as thin as possible to aid in their subsequent removal. 

Another approach to solving the problems associated with variations in substrate 
topography is that disclosed in Adams et ah, Planarizing AR for DUV Lithography, 
Microlith ographv 1999: Advances in Resist Technology and Processing XVL 
Proceedings of SPIE, vol. 3678, part 2, pp 849-856, 1999, which discloses the use of a 
planarizing antireflective coating, which reduces the need for a separate planarizing layer 
disposed between the antireflective layer and the substrate. 

The use of photoresist layers on dielectric layers often results in "poisoning" of 
the photoresist layer. This is particularly problematic when the dielectric layer is applied 
by physical or chemical vapor deposition ("P/CVD") techniques. While the theory of 
such poisoning is not fully understood, such dielectric layers may cause a significant 
pbotospeed shift, lifting, profile degradation or complete dissolution inhibition in 
previously patterned aperture regions, such as via regions during trench delineation in 
dual da ma scene processes. Such poisoning is particularly problematic when positive 
acting photoresists are used, such as in deep ultraviolet ("DUV") photoresists. While 
BARCs provide an effective chemical barrier for photoresist layers, such B ARCs have 
not been completely effective in providing a barrier layer against such poisoning by 
dielectric layers. 
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There is thus a need to provide effective barriers to the poisoning effect of 
photoresists by dielectric layers and particularly barrier layers that also provide a 
planarized surface. 

Summary of the Invention 

It has been surprisingly found that the present invention substantially reduces or 
eliminates the contamination or poisoning effects of photoresist layers by dielectric 
layers. It has also been surprisingly found that the compositions of the present invention 
form substantially locally planarized surfaces. It has further been surprisingly found that 
the present invention substantially reduces or eliminates standing wave effects, bowing, 
top erosion, and footing. 

m one aspect, the present invention provides a barrier composition including one 
or more cross-linkable polymers, one or more acid catalysts, one or more cross-linking 
agents and one or more solvents, wherein at least one of the cross-linkable polymers and 
the cross-linking agent includes one or more acidic moieties. 

In a second aspect, the present invention provides a method of providing a barrier 
layer on a dielectric substrate including the step of disposing on the surface of a dielectric 
substrate a composition including one or more cross-linkable polymers, one or more acid 
catalysts, one or more cross-linking agents and one or more solvents, wherein at least one 
of the cross-linkable polymers and the cross-linking agent includes one or more acidic 
moieties. 

In a third aspect, the present invention provides a device having a dielectric layer 
and a barrier layer disposed thereon, wherein the barrier layer includes one or more cross- 
linked polymers including as polymerized units one or more cross-linkable polymers and 
one or more cross-linking agents, wherein at least one of the cross-Linkable polymers and 
the cross-linking agent includes one or more iridic moieties. 

In a fourth aspect, the present invention provides a method of reducing 
conta m i nat ion of a photoresist layer including the step of disposing a barrier layer 
between a dielectric layer and the photoresist layer, the barrier layer including one or 
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more cross-linked polymers including as polymerized units one or more cross-linkable 
polymers and one or more cross-linking agents, wherein at least one of the cross-linkable 
polymers and the cross-linking agent includes one or more acidic moieties. 

m a fifth aspect, the present invention provides a method for manufacturing an 
electronic device including the steps of: a) providing a dielectric layer on a substrate; b) 
disposing on a surface of the dielectric layer a barrier composition including one or more 
cross-linkable polymers, one or more acid catalysts, one or more cross-linking agents and 
one or more solvents, wherein at least one of the cross-linkable polymers and the cross- 
linking agent includes one or more acidic moieties; and c) heating the substrate at a 
temperature sufficient to at least partially cure the barrier composition to form a barrier 
layer. 

In a sixth aspect, the present invention provides a method for manufacturing an 
electronic device including the steps of; a) providing a dielectric layer on a substrate; b) 
disposing on a surface of the dielectric layer a barrier composition including one or more 
cross-linkable polymers, one or more acid catalysts, one or more cross-linking agents and 
one or more solvents, wherein at least one of the cross-linkable polymers and the cross- 
linking agent includes one or more acidic moieties; c) heating the substrate at a 
temperature sufficient to at least partially cure the barrier composition to form a barrier 
layer; d) disposing on the surface of the barrier layer an antireflective coating; and e) 
disposing on the surface of the antireflective coating a photoresist layer. 

Brief Description of the Drawings 

Fig. 1 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed without the use of a barrier layer. 

Fig. 2 shows a SEM of a cross-sectional image of a contact bole in a dielectric 
layer formed with the use of a 600 A barrier layer. 

Fig. 3 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 1000 k barrier layer. 
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Fig. 4 shows a SEM of a cross-sectional image of a contact bole in a dielectric 
layer formed with the use of a 1500 A barrier layer. 

Fig. 5 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 2000 A barrier layer. 

Detailed Description of the Invention 

As used throughout this specification, the following abbreviations shall have the 
following meanings, unless the context clearly indicates otherwise: ° C - degrees 
Centigrade; g = gram; cm = centimeter; A = angstroms; rpm = revolutions per minute; 
%wt = percent by weight; moI% = mole percent; mJ = milliJoules; cm 2 = square 
centimerers; L = liter and mL = milliliter. 

The term "polymer" refers to dirncrs, trimers, tetramers, oligomers, 
homopolymers, copolymers and the like. "Monomer" refers to any ethylenically or 
acetylenically unsaturated compound capable of being polymerized. The term 
"(meth)aerylic" includes both acrylic and methacrylic and the terra "(meth)acrylate" 
includes both acrylate and memacryiate. Likewise, the term M (meth)acrylamidc" refers to 
both acryl amide and niethacrylamide. "Alkyl" includes straight chain, branched and 
cyclic alkyl groups. "Cross-linker" and "cross-linking agent" are used interchangeably 
throughout this specification. "Apertures" refer to vias, trenches, and combinations 
thereof. "Features" refer to various geometries, including apertures. 

All amounts are percent by weight and all ratios are by weight, unless otherwise 
noted. All numerical ranges are inclusive and combinable. 

The present invention is directed to providing a substrate having a dielectric layer, 
particularly a PVD or CVD deposited dielectric layer, with a barrier layer. The present 
invention is further directed to reducing or eliminating the poisoning, or contamination, 
of a photoresist or antireflective coating layer by a dielectric layer. The present invention 
is particularly suited for use in any electronic device manufacturing process where a 
photoresist, antireflective coating or both are applied to a dielectric layer substrate. 
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The compositions of the present invention useful as barrier layer compositions 
include one or more cross-linkable polymers, one or more acid catalysts, one or more 
cross-linking agents and one or more solvents, wherein at least one of the cross-linkable 
polymers and the cross-linking agent includes one or more acidic moieties. "Acidic 
moieties'* refer to one or more acidic groups present on the cross-linkable polymers, 
cross-linking agents or both. The acidic moieties are at least partially free, preferably 
substantially free, and more preferably free of blocking groups. The term **free of 
blocking groups'* refers to acidic moieties that have not been runctionalized or reacted to 
form blocked acidic groups, such as ethers or esters. "Substantially free of blocking 
groups'* refers to acidic moieties wherein > 50 % of the acidic groups have not been 
functionalized or reacted to form blocked acidic groups. It is preferred that > 30 % of the 
acidic groups have not been functionalized to form blocked acidic groups and more 
preferably >20%. Such acidic moieties include, but are not limited to, carboxylic acids, 
sulfonic acids, phosphonic acids, hydroxyl compounds such as aromatic hydroxyl 
compounds, anhydrides and the like. It is preferred that the acidic moieties include 
aromatic hydroxyl compounds. 

It is preferred that the cross-linkable polymers include as polymerized units one or 
more monomers having acidic moieties, and more preferably one or more aromatic 
hydroxyl containing monomers. In such cross-linkable polymers, the monomers having 
acidic moieties are typically present in an amount of from about 1 to about 99 mol%, 
preferably at least about 3 mol%, more preferably at least about 5 mol%, and even more 
preferably at least about 10 moI%. Particularly suitable cross-linkable polymers include 
those having as polymerized units at least about 20, 30, 40, 50, 60, 70, 80 and 90 mol% 
of monomers having acidic moieties. 

The cross-linkable polymers and cross-linking agents having acidic moieties 
useful in the present invention may also contain other functionality. Suitable other 
functionality includes, but is not limited to, ester groups, halogen, cyano, (Ci-GOalkaxy, 
and the like. Such polymers and cross-linking agents may also contain more than one 
acidic moiety, such as, for example, more than one aromatic hydroxyl group or a 
combination of an aromatic hydroxyl group and a carboxylic acid. 
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Typically, the cross-linkable polymers have a weight average molecular weight of 
about 8000 or less, preferably about 5000 or less, and more preferably about 3000 or less. 
It is also preferred that the cross-linkable polymers have a weight average molecular 
weight of at least about 300, preferably at least about 400, and more preferably at least 
about 500. Thus, a particularly useful weight average molecular weight range is from 
about 300 to about 8000, and more particularly from about 300 to about 5000. 

The cross-linkable polymers of the present invention have low molecular weights 
and broad molecular weight distributions. The molecular weight distributions of the 
present invention are characterized by the poiydispersity of the polymers, i.e. the ratio of 
the weight average molecular weight to number average molecular weight ("M^H,"). 
the polymers of the present invention typically have a value ofM„/Mo, i.e. 
poiydispersity, of at least 1 .5, preferably at least 1 .8, more preferably at least 2.0, still 
more preferably at least 2.5, even more preferably at least 3.0 and most preferably at least 
3.5. Typical polydispersities of such cross-linkable polymers are in the range of from 1 3 
to 4, preferably 1 .8 to 4, and more preferably 2 to 4. 

Suitable cross-linkable polymers include, but are not limited to, aromatic- 
aldehyde condensates and any polymers including as polymerized units one or more 
hydroxyl group containing monomers such as poly(vinylphenol). The aromatic-aldehyde 
condensates useful in the present invention include, but are not limited to, phenolic 
novolak resins. Such novolak resins are typically prepared by condensation of a phenol 
with an aldehyde and are well known in the art and described in numerous publications 
including the Kirk Othmer Encyclopedia of Chemical Technology, Volume 15, pages 
176 to 208, 1968, incorporated herein by reference to the extent it teaches such resins. 
Although phenol itself is the commonly used phenol for the formation of such phenolic 
resins, other hydroxy-substituted aromatic compounds are equally suitable, such as but 
not limited to resorcinol, alkyl substituted phenols such as naphchols, cresols, xylenols, 
and p-tert-butylphenol, and bisphenols such as p-phenylphenol and 4,4- 
i sop ropylidencdi phenol. Preferred phenols include the cresols, and more preferably tri- 
cresol, mixtures of m- and p-cresol, 2^-xylenol and mixtures thereof. Mixtures of 
hydroxy-substituted aromatic compounds may be advantageously used in the present 
invention. 
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The aldehyde used is typically formaldehyde, but other aldehydes such as but not 
limited to acetaldehyde, furfuraldehyde and aromatic aldehydes may be used. Preferred 
aromatic aldehydes are those where a hydroxy! group is in a position ortho to the 
carbonyl group. Most preferred aromatic aldehydes are salicylaldehyde, benzaldehyde 
and mixtures thereof. Other aromatic aldehydes suitable for purposes of the invention 
include 2-chlorobenzaldehyde, 3-h y drox y benzaldehyde, 4-hydrory benzaldehyde, 2- 
methoxybenzaldehyde, 3-nitrobenzaldehyde, and the like. Mixtures of aldehydes may be 
advantageously used in the present invention. When an aromatic aldehyde is mixed with 
formaldehyde or a formaldehyde precursor such as paraformaldehyde, the aromatic 
aldehyde preferably is in molar excess of formaldehyde, and more preferably at least 90% 
by weight of the aldehyde mixture. 

Typically, the phenol novolak resins are formed by condensing the phenol, i.e. 
hydroxy-substituted aromatic compound, with the aldehyde in the presence of acid. The 
molar concentration of the aldehyde may be slightly less than that of the phenol, but may 
also be equivalent to or slightly in excess of the phenol without formation of a 
crosslinked resin. In this respect, the ratio of the phenol to the aldehyde may vary 
between about 1.1 to 1.0 and 1.0 to 1.1 See, for example, U.S. Patent No. 5,939,5 1 1 
(Zampini et al.). 

In general, the polydispersity of such aromatic-aldehyde condensates useful as 
cross-linkable polymers in the present invention is at least about 23, preferably at least 
about 3.0 and more preferably at least about 3.5. 

Any hydroxyl group containing ethylenically or acetylenically unsaturated 
compound is useful as the hydroxyl group containing monomer in the present invention. 
Such hydroxy group containing monomers may be aliphatic or aromatic, and preferably 
aromatic. Suitable hydroxy group containing monomers include, but are not limited to, 
phenol, cresol, resorcinol, pyrogallol, methylol phenol, methyiol cresol, methylo! 
resorcinol, methylol pyrogallol, hydroxyethyiphenol, hydroxypropylphenol, 
hydroxyethylcresol, vinyl phenol, vinyl cresol, vinyl methoxy phenol, hydroxyethyl 
(meth)acryiate, 2-hydroxypropyi {meth)acrylate, 3-hydroxypropyl (meth)acrylate, 
hydroxycyclohexyl (meth)acrylate, hydroxyphenyl (meth)acrylate, di-ethyleneglycol 
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(mcth)acryiate, bis(hydroxycthyI) itaconate, bis(hydroxyethyI) citraconate, 
bis(hydroxyethy!) fumarate, hydroxyetfayl itaconate, allyl phenol allyl methoxy phenol, 
allyl alcohol, vinyl alcohol, and the like. 

It is preferred that the cross-linkable polymers of the present invention include as 
polymerized units one or more aromatic compounds, such as at least about 3 mol%, 
preferably at least about 5 moI%, and more preferably at least about 10 mol%. Preferred 
aromatic compounds include, but are not limited to, phenolic compounds, cresolic 
compounds, resorcinolic compounds, xylenolic compounds and the like. Particularly 
useful cross-linkable polymers include those containing at least about 20 moi% aromatic 
compounds as polymerized units. It is further preferred that the cross-linkable polymers 
include one or more aromatic-aldehyde condensates. 

Particularly useful cross-linkable polymers include one or more aromatic- 
aldehyde condensates and one or more other polymers, such as (meth)acrylate polymers, 
wherein the value of Mw/M fl for the aromatic-aldehyde condensates is at least 2J5, and 
preferably at least 3.0. An advantage of including a non-aromatic polymer, such as a 
(meth)acrylate polymer, with the aromatic-aldehyde condensates is that the etch rate of 
the barrier composition may be increased. It is still further preferred that the cross- 
linkable polymers of the present invention are substantially free of silphenyiene moieties, 
and more preferably free of silphenyiene moieties. 

Other monomers useful in preparing the cross-linkable polymers of the present 
invention include, but arc not limited to, (meth)acrylic acid, (mem)acrylaraides, alkyl 
(meth)acrylates, alkenyl (meth)acrylates, aromatic (meth)acrylates, vinyl aromatic 
monomers, nitrogen-containing compounds and their thio- analogs, substituted ethylene 
monomers, and the like. Particularly suitable cross-linkable polymers useful in the 
present invention include mixtures of aromatic -al deh y de condensates, particularly 
novolak resins, with one or more or poly((meth)acrylic acid), poly((mem)acrylamide) t 
poly(alkyi (meth)acryiate), poly(alkenyl (meth)acrylate), poly(aromatic (meth)acrylate), 
and polyvinyl aromatic). 

Typically, the alkyl (meth)acrylates useful in the present invention are (C1-C24) 
alkyl (meth)acrylates. Suitable alkyl (meth)acrylates include, but are not limited to, "low 
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cut" alkyl (meth)acryiates, "mid cut" alkyl (meth)acryiates and "high cut" alkyl 
(me*h)acry]ate&. 

"Low cut" alkyl (meth)acrylaies are typically those where the alkyl group 
contains from 1 to 6 carbon atoms. Suitable low cut alkyl (meth)acryiates include, but 
are not limited to: methyl methacrylate ("MMA"), methyl acrylate, ethyl aery late, 
propyl memacrylate, butyl methacrylate C'BMA"), butyl aery late ("BA"), isobutyl 
methacrylate ("IBMA"), hexyl methacrylate, cyclohexyl methacrylate, cyclohexyl 
acrylate and mixtures thereof. 

"Mid cut** alkyl (meth)acryiates are typically those where the alkyl group contains 
from 7 to 15 carbon atoms. Suitable mid cut alkyl (meth)acrylates include, but are not 
limited to: 2-ethylhexyl acrylate C'EHA"), 2-ethylhexyl methacrylate, octyl 
methacrylate, decyl rnethacrylale, isodecyl methacrylate ("EDMA", based on branched 
(Cio)alkyl isomer mixture), undecyl methacrylate, dodecyl methacrylate (also known as 
lauryl methacrylate), tri decyl methacrylate, tetradecyl methacrylate (also known as 
myristyl methacrylate), pentadecyl methacrylate and mixtures thereof. Particularly useful 
mixtures include dodecyl-pentadecyl methacrylate (*DPMA"), a mixture of linear and 
branched isomers of dodecyl, tri decyl, tetradecyl and pentadecyl methacrylates; and 
iauryi-myristyl methacrylate ("LMA"). 

"High cut" alkyl (meth)acrylates are typically those where the alkyl group 
contains from 16 to 24 carbon atoms. Suitable high cut alkyl (meth)acrylates include, but 
are not limited to: hexadecyl methacrylate, heptadecyl methacrylate, octadecyl 
methacrylate, nonadecyl methacrylate, cosyl methacrylate, eicosyl methacrylate and 
mixtures thereof. Particularly useful mixtures of high cut alkyl (meth)acrylates include, 
but are not limited to: cetyl-eicosyl methacrylate ("CEMA"), which is a mixture of 
hexadecyl, octadecyl, cosyl and eicosyl methacrylate; and cetyl-stearyl methacrylate 
("SMA"), which is a mixture of hexadecyl and octadecyl methacrylate. 

The mid-cut and high-cut alkyl (meth)acrylate monomers described above are 
generally prepared by standard esterification procedures using technical grades of long 
chain aliphatic alcohols, and these commercially available alcohols are mixtures of 
alcohols of varying chain lengths containing between 10 and 15 or 16 and 20 carbon 
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atoms in the alky! group. Examples of these alcohols are the various 2Seglcr catalyzed 
ALFOL alcohols from Vista Chemical company, i.e., Alfol 1618 and Alfol 1620, 
Ziegler catalyzed various Neodol alcohols from Shell Chemical Company, i.c NEODOL 
25L, and naturally derived alcohols such as Proctor & Gamble's TA-1618 and CO- 1270. 
Consequently, for the purposes of this invention, alkyl (meth)acrylate is intended to 
include not only the individual alkyl (meth)acrylate product named, but also to include 
mixtures of the alkyl (meth)acry 1 ates with a predominant amount of the particular alkyl 
(meth)acrylate named. 

The alkyl (metb)acry!«ic monomers useful in the present invention may be a 
single monomer or a mixture having different numbers of carbon atoms in the alkyl 
portion. Also, the (mem)acrylamide and alkyl (meth)acrylate monomers useful in the 
present invention may optionally be substituted. Suitable optionally substituted 
(meth) acryl ami de and alkyl (mcth)acry j ate monomers include, but are not limited to: 
hydroxy (Cr-C^alkyl (meth)acrylates. dialkylamino(C 2 -Q)-alkyl (meth)acrylates, 
chalkylamino(C2-C6)alkyl (meth)acrylamides. 

Particularly useful substituted alkyl (meth)acrylate monomers are those with one 
or more hydroxy 1 groups in the alkyl radical, especially those where the hydroxyl group 
is found at the p-position (2-position) in the alkyl radicaL Hydroxyalkyl (meth)acrylate 
monomers in which the substituted alkyl group is a (C 2 -C6)alkyl, branched or 
unbranched, are prefenecL Suitable hydroxyalkyl (meth)acrylate monomers include, but 
are not limited to: 2-hydroxyethyl methacrylate ("HBMA"), 2-hydroxyethyi acrylate 
("HEA"), 24iydroxypropyl methacrylate, l-methyl-2-hydroxyethyl methacrylate, 2- 
hydroxy-propyl acrylate. 1 -methyl-2-hydroxyethyl acrylate, 2-hydroxybutyl 
methacrylate, 2-hydroxybutyl acrylate and mixtures thereof. The preferred hydroxyalkyl 
(meth)acryiate monomers are HEMA, l-methyl-2-hydroxyethyl methacrylate, 2- 
hydroxypropyl methacrylate and mixtures thereof. A mixture of the latter two monomers 
is commonly referred to as "hydroxypropyl methacrylate" or "HPMA." 

Other substituted (meth)acrylate and (mem)acrylamide monomers useful in the 
present invention are those with a dialkylamino group or dialkylaminoalkyl group in the 
alkyl radical. Examples of such substituted (meth)acrylates and (meth)acrylamides 
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include, but are not limited to: dimethyl aminoethyl methacrylate, dimethyl aminoethyl 
acrylate, N^N-dimethylaminoethyl methacry] amide, N,N-dimemyl-airiinopropyl 
methacrylamide, N,N-dimemylaniinobutyl metfaacryiamide, N,N-di-cmylaminoethyi 
methacry lamide, N.N-diethylaminopropyl methacry laraide, N^N-diethylaminobutyJ 
methacrylamide. N-( 1 , 1 -dimethyl-3 -oxobutyl) acrylamide, N-( 1 3-diphenyl- 1 -ethyl-3- 
oxobutyl) acrylamide, N-( 1 -methyl- 1 -phenyl-3-oxobutyl) methacrylamide, and 2- 
hydroxyethyl acrylamide, N-meth acrylamide of aminoethyl ethylene urea, N- 
methacryloxy ethyl morpholine, N-maleimide of dimemylarrimopropylarnine and 
mixtures thereof. 

Other substituted (meth)acrylatc monomers useful in the present invention are 
silicon-containing monomers such as y-propyl tri(Ci-C6)alkoxysiIyl (meth)acrylatc, y- 
propyl tnXCt-C6)alkylsflyl (meth)acrylate, y-propyl di(Ci-C 6 )alkoxy(C l -C6)alkylsilyl 
(meth)acrylate, y-propyl di(C r C6)aIkyl(Ci-C6)aIkoxysilyl (meth)acrylate, vinyl tri(Ci- 
C6)alkoxysilyl (meth)acrylale, vinyl di(Ci-Q)alkoxy(Ci-Q)alkylsiIyl (meth) acrylate, 
vinyl {C|-^)alkoxydi(C 1 -C6)aIkylsiryl (meth)acrylate, vinyl tri(Ci-C6)alkylsilyl 
(meth)acrylate, and mixtures thereof. 

The vinylaromatic monomers useful as unsaturated monomers in the present 
invention include, but are not limited to: styrene 0*STY"), a-methylstyrene, 
vinyltoluene, /?-methylstyrene, ethylvinylbenzene, vinylnaphthalene, vinylxylenes, and 
mixtures thereof. Hie vinylaromatic monomers also include their corresponding 
substituted counterparts, such as halogenated derivatives, Le., containing one or more 
halogen groups, such as fluorine, chlorine or bromine; and nitro, cyano, (d-CnOalkoxy, 
halo(Ci-Cio)aIkyl, carb(Ci-Cio)alkoxy, carboxy, amino, (Ci-Cio)alkylamino derivatives 
and the like. 

The nitrogen-containing compounds and their thio-analogs useful as unsaturated 
monomers in the present invention include, but are not limited to: vinylpyridines such as 
2-vinylpyridine or 4-vinylpyridine; lower alkyi (Ci-C 8 ) substituted N-vinyl pyridines 
such as 2-rnethyl-5-vinyl-pyridine, 2-ethyl-5-vinylpyridine, 3-memyl-5-vinylpyridine, 
23-dimemyl-5-vmyl-pyridinc, and 2»memyl-3^myl-5-vmylpyriduie; methyl-substituted 
quinolines and isoquinolines; N-vinylcaprol actam; N-vinylbutyrolactam; N- 
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vinylpyxrolidone; vinyl imidazole; N- vinyl carbazole; N-vinyl-succinimide; 
(meth)acrylonitrile; o-, /n-, or p-arninostyrcne; maleimide; N-vinyl-oxazolidone; N,N- 
dimethyl aminocthyl-vinyl-cthcr, ethyl-2-cyano acryiate; vinyl acctonitrilc; N- 
vinylphlhaiimide; N-vmyl-pyrrolidones such as N-vinyl-tnio-pyrrolidone, 3 methyl- 1- 
vinyl-pyrrolidone, 4-metbyl-l-vmyl-pyiTolidone, 5-methyl- 1-vinyl-pyrrolidonc, 3-erhyl- 
1 -vinyl -pyrrolidone, 3-butyl- 1 -vinyl-pyrrolidone, 3,3-dirnethyi- l-vinyl-pyrrolidone, 4,5- 
aUmemyl- 1- vinyl-pyrrolidone, 5 ,5 -dimethyl- 1 -vinyl-pyrrolidone, 3,3,5-trimethyl-l-vinyl- 
pyrrolidone, 4-etbyi-l-vinyl-pynx>lidone f 5-methyl-5-ethyl- 1 -vinyl-pyrrolidone and 3,4»5- 
trimjethyl-1 -vinyl-pyrrolidone; vinyl pyrroles; vinyl anilines; and visyl piperi dines. 

The substituted ethylene monomers useful as unsaturated monomers in the present 
invention include, but are not limited to: allylic monomers, vinyl acetate, vinyl 
formamide, vinyl chloride, vinyl fluoride, vinyl bromide, vinylidene chloride, vinylidene 
fluoride and vinylidene bromide. 

Cross-linkable polymers are present in the compositions of the invention across a 
wide range of amounts. Typically, the cross-linkable polymers are present in amounts of 
from about 40 to about 85 % of solids, and preferably from about 60 to about 85 % of 
solids. 

Cross-linkers useful in the present invention are any which undergo acid 
catalyzed cross-linking with the cross-linkable polymers. Typically, the cross-linkers of 
the present invention have a molecular weight of about 120 Daltons or greater. It is 
preferred mat the cross-linkers undergo cross-linking reactions a temperature from about 
75° C to about 250° C. Suitable cross-linkers include di-, tri-, tetra-% or higher multi- 
functional ethylenically unsaturated monomers. Examples of cross-linkers useful in the 
present invention include, but are not limited to: trivinylbenzene, divinyltoluene, 
drvinylpyridine, divinylnaphthalene and divinylxylene; and such as ethyieneglycol 
diacrylate, trimethyiolpropane triacryiate, diemyleneglycol divinyl ether, 
uivinylcyclohexane, allyl methacrylate ("ALMA"), ethyieneglycol dirnethacryrate 
("EGDMA"), diethyleneglycol dimethacryiate ("DEGDMA"). propyleneglycol 
dimemacrylate, propyleneglycol diacrylate, rrimemyiolpropane trimethacrylate 
CTMPTMA"), divinyl benzene ("DVB"), glycidyl methacrylate, 2^-dimethylpropane 
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1,3 diacrylate, l T 3-butylene glycol diacrylate, 1,3-butylene glycol dimethacrylate, 1,4- 
butanediol diacrylate, diethylenc glycol diacrylate, diethylene glycol dimethacrylate, 1,6- 
hexanediol diacrylate, 1,6-hcxanediol dimethacrylate, tri propylene glycol diacrylale, 
triethylcnc glycol dimethacrylate, tetraethylene glycol diacrylate, polyethylene glycol 200 
diacrylate, tetraethyleae glycol dimethacrylate, polyethylene gjycol dimethacrylate, 
ethoxylated bisphenol A diacrylate, etboxylated bisphenol A dimethacrylate, 
polyethylene glycol 600 dimethacrylate, poly(butanediol) diacrylate, pentaerythritoi 
triacrylate, trimethylolpropane triemoxy triacrylate, glyceryl propoxy triacrylate, 
pentaerythritoi tetraacrylate, pentaerythritoi tetrametbacrylate, dipentaerythritol 
monohydroxypentaacrylate, divinyl sD ane, tri vinyl silane, dimethyl divinyl silane, divinyl 
methyl silane, methyl tri vinyl silane, diphenyl divinyl silane, divinyi phenyl silane, 
trivinyl phenyl silane, divinyl methyl phenyl silane, tetravinyl silane, dimethyl vinyl 
disfloxane, poly(methyl vinyl siloxane), polyvinyl hydro sUoxane), poly (phenyl vinyl 
sOoxane), tetra(C|<yaIkoxyglycomril such as tetramemoxyglycoluril and 
tetrabutoxyglycoluril, and mixtures thereof. 

The cross-linkers of the present invention may be used in the compositions of the 
present invention in a wide range of concentrations. Typically, the cross-linkers are 
present in amounts of from about I to about 30 % of solids, preferably from about 10 to 
about 25 % of solids, and more preferably from about 15 to about 25 % of solids. 

The acid catalysts useful in the present invention are any which are capable of 
catalyzing the cross-linking reaction of the barrier layer compositions of the present 
invention and include free acids and acid generators. Examples of free acids include, but 
are not limited to, sulfonic acids such as methane sulfonic acid, ethane sulfonic acid, 
propyl sulfonic acid, phenyl sulfonic acid, toluene sulfonic acid, dodecylbenzene sulfonic 
acid, and trifluoromethyl sulfonic acid. 

The acid generators include thermal acid generators ("TAGs"), photoacid 
generators (TAGs") and mixtures thereof. Any thermal acid generator and any 
photoacid generator are useful in the present invention. A thermal acid generator is any 
compound that liberates acid upon thermal treatment. Suitable thermal acid generators 
include, but are not limited to, 2,4,4,6-tetrabromocyclohexadienone, benzoin tosylate, 2- 
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nitrobenzyl tosylate, other alkyl esters of organic sulfonic acids and amine salts of 
sulfonic acids, such as amine salts of dodecyl benzene sulfonic acid. Compounds that 
generate a sulfonic acid upon activation, i.e. exposure to heat, are generally suitable. 
Photoacid generators are compounds that liberate acid upon photolysis. Suitable 
photoacid generators include, but are not limited to, onium salts and halogenated non- 
ionic photoacid generators such as l,l^is(p^lorophenyl)-2,2,2-tricriloroethane and 
fluoroaUcylsulfonic acids, such as perfluorooctylsulf onic acid. 

The acid catalysts are typically present in the compositions of the present 
invention in an amount sufficient to catalyze the desired cross-linking reactions, such as 
from about 0.1 to about 8 % of solids, and preferably from about 0.5 to about 5 % of 
solids. It is preferred that a combination of acid catalysts is used in the present invention. 
Suitable combinations include a free acid with a photoacid generator and a free acid with 
a thermal acid generator. Such acid catalysts are generally known or commercially 
available and may be used without further purification. 

The compositions of the present invention contain one or more solvents. Any 
solvent that is compatible with the formulation is suitable. Solvents having low viscosity 
are preferred. Suitable solvents include, but are not limited to, propylene glycol methyl 
ether acetate, 2-heptanone, ethyl lactate or one or more of the glycol ethers such as 2- 
methoxyethyi ether (diglyme), ethylene glycol monomethyl ether, and propylene glycol 
monomethyl ether; solvents that have both ether and hydroxy moieties such as methoxy 
butanol, etboxy butanol, methoxy propanoJ and ethoxy propanol; esters such as methyl 
cellosolve acetate, ethyl ceilosolve acetate, propylene glycol monomethyl ether acetate, 
dipropylene glycol monomethyl ether acetate and other solvents such as dibasic esters, 
propylene carbonate and gamma-butyrolactone. Particularly suitable solvents useful in 
the present invention are relatively high boiling, i.e. such solvents have boiling points at 
least about 170° C, and preferably at least about 190° C. Mixtures of solvents may be 
advantageously used in the present invention. Thus, the solvents of the present invention 
may be admix ed with one or more other solvents. Such other solvents may be high 
boiling or low boiling. When two or more solvents are used, it is preferred that at least 
one solvent has a boiling point in the range of from about 75° to about 200* C. It is 
further preferred that when two or more solvents are used, mat at least one solvent has a 



(39) 



ftf*l2 002-1 28847 



18 

boiling point of less than about 200° C and at least one other solvent has a boiling point 
greater than about 200° C 

The compositions of the present invention may optionally include one or more 
other components, such as, but not limited to, plasticizers, surfactants, leveling agents, 
dyes, pigments, chromophores, and the like. 

Plasticizers may be added to the compositions of the present invention to improve 
certain characteristics of the compositions. Suitable plasticizers include, but are not 
limited to, dibasic esters such as dimethyl adipate and dimethyl succinate. Mixtures of 
plasticizers may be used in the present invention. Typically, the plasticizers are used in 
an amount of from about 0.5 to about 10 % of solids, and preferably from about 1 to 
about 5 % of solids. It is preferred that one or more plasticizers are used in the 
compositions of the present invention. It will be appreciated by those skilled in the art 
that higher amounts of plasticizers, such as up to about 50 to about 100 % of solids, may 
be advantageously used in the present invention. It is preferred mat the plasticizer is a 
liquid. 

Optional surfactants include, but arc not limited to, nonionic surfactants, cationic 
surfactants and mixtures thereof. Particularly suitable surfactants are fhiorinated 
surfactants, such as those available from the 3M Company. Surfactants are typically used 
in an amount of from about 0. 1 to about 1 .0 %wt 

The leveling agents useful in the present invention are surface leveling agents 
such as those available under the tradename SlLWET 7604 from Witco, or the surfactant 
FC 430 available from the 3M Company. The choice and amount of such leveling agent 
is within the ability of one skilled in the art Typically, such leveling agents are used in 
an amount of from about 0.1 to about 2 % of total solids. 

The compositions of the present invention may also function as antireflective 
coatings. For example, when the cross -linkable polymer and/or the cross-linking agent 
contains aromatic groups, such compositions may be used as an antireflecuve 
composition for 193 nm radiation. In the alternative, dyes or chromophores may be 
added to the compositions of the present invention, such as by copolymerization or 
admixture with, to provide antireflective compositions useful at other wavelengths of 
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radiation. For example, the cross-linkable polymer and/or cross-linking agent may 
contain sufficient chromophore groups to yield an optical density of from about 0.3 to 
about 0.8 at the exposure wavelength used for subsequently applied photoresist layers. In 
the alternative, a chromophore such as an anthracene compound, may be added directly 
to the present compositions. 

The concentration of the dry components, i.e. one or more cross-linkable 
polymers, one or more acid catalysts and one or more cross-linking agents, in the solvent 
will depend on several factors such as the method of application. In general, the solids 
content of the compositions of the present invention include from about 0.5 to 25 weight 
percent of the total weight of the composition, preferably the solids content varies from 
about 2 to 20 weight percent of the total weight of the composition. The compositions of 
the present invention are prepared by combining the components in any order. 

The compositions of the present invention are useful as a barrier layer on a 
substrate, particularly dielectric layer substrates, in the manufacture of electronic devices, 
such as semiconductors, conductors, integrated circuits, printed wiring boards, and the 
like. The compositions of the present invention are particularly useful in the manufacture 
of semiconductor devices such as wafers used in the manufacture of semiconductors. 
The compositions of the present invention may be applied to the substrate by any of a 
variety of means, such as by spin coating. When applied to a substrate, the compositions 
of the present invention provide a coating or layer disposed on the surface of the 
substrate. When the compositions are applied by spin coating, such as to a 
semiconductor wafer, the thickness of the resulting film can be controlled, such as from 
about <200 A to about 1.5 urn, and preferably from about 200 A to about 1.5 urn. 
Typically, the barrier compositions of the present invention are applied in layers of from 
about 600 to about 1600 A, and preferably from about 600 to about 1200 A. 

Thus, the present invention provides a method of providing a barrier layer on a 
dielectric substrate including the step of disposing on the surface of a dielectric substrate 
a composition including one or more cross-linkable polymers, one or more acid catalysts, 
one or more cross-linking agents and one or more solvents, wherein at least one of the 
cross-linkable polymers and the cross-linking agent includes one or more acidic moieties. 
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The barrier layers of the present invention may be advantageously used to reduce or 
eliminate the contamination of any photoresist or antfreflective coating by any dielectric 
layer, preferably PVD or CVD deposited dielectric layers. Suitable dielectric layers 
include inorganic dielectric layers, organic dielectric layers and mixtures thereof, and 
preferably inorganic dielectric layers. Suitable inorganic dielectric layers include, bur are 
not limited to, silicon containing dielectric materials such as silica, silsesquioxanes, 
partially condensed aflcoxysilanes, organically modified silicates, and the like. Various 
organic dielectric materials may also be used in the present invention. 

Typically, the compositions of the present invention are at least partially cur^d by 
heating at a temperature of from about 75° to about 250° C, preferably from about 90° to 
about 225° C. "At least partially cured** refers to at least about 10% cross-linking of the 
barrier composition. It is preferred that the barrier composition is substantially cross- 
linked and more preferably fully crossl inked. The compositions of the present invention 
may be cured by subjecting a substrate coated with the composition to a one-step or two- 
step bake. A one-step bake heats the compositions of the present invention at a 
temperature and for a period of time sufficiently to at least partially, and preferably 
substantially, cross-link the composition, m the alternative, a two-step bake may be used 
which heats the compositions of the present invention at a first temperature which is not 
sufficient to cure the compositions but allows the compositions to rcflow to improve 
planarization, followed by heating at a second temperature and for a period of time 
sufficiently to at least partially, and preferably substantially, cross-link the composition. 

In general, the compositions of the present invention are cured from about 15 to 
about 360 seconds, preferably from about 15 to about 120 seconds, more preferably from 
about 30 to about 120 seconds, and even more preferably about 60 seconds. It will be 
appreciated by those skilled in the art that the specific curing time will depend upon the 
specific cross-linking agent, amount of cross-linking agent, amount of acid catalyst, 
heating temperature, among others 

Thus, the present invention also provides substrates or devices having a dielectric 
layer and a barrier layer disposed thereon, wherein the barrier layer includes one or more 
cross-linked polymers including as polymerized units one or more cross-linkable 
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polymers and one or more cross-linking agents, wherein at least one of the cross-linkable 
polymers and the cross-linking agent includes one or more acidic moieties. It is preferred 
that in such devices that a photoresist layer is disposed on die barrier layer. It is further 
preferred that an antireflective composition is disposed between the barrier layer and the 
photoresist layer. 

In the manufacture of electronic devices, particularly semiconductor wafers, 
dielectric layers are often applied, such as by physical vapor deposition ("PVD") or 
chemical vapor deposition C*CVD")* These dielectric layers need to be patterned for 
subsequent etching and metallization steps. Such patterning is achieved through the use 
of photoresists, often in conjunction with antireflective coatings. The application of a 
layer of a barrier composition of the present invention prior to the application of the 
photoresist layer, and preferably prior to the application of an antireflective coating, 
greatly reduces or eliminates poisoning or contamination of the photoresist layer by the 
dielectric layer. 

The poisoning or contamination of a photoresist layer is evidenced by reduced 
resolution of features. For example. Fig. 1 shows a scanning electron micrograph 
("SEM") of a cross -sectional image of a contact hole in a dielectric layer formed without 
the use of a barrier layer. Significant bowing in the bottom of the contact hole can clearly 
be seen in this figure. When a barrier layer of the present invention is used, the poisoning 
or contamination of the photoresist layer, as evidenced by bowing, is greatly reduced or 
eliminated. Fig. 2 shows a SEM of a cross-sectional image of a contact hole in a 
dielectric layer formed with the use of a 600 A barrier layer of the present invention. A 
reduction in the amount of bowing in the bottom of the contact hole as compared to Fig. 1 
is clearly visible. Thicker barrier layers of the present invention further reduce such 
poisoning or contanunatiotL Figures 3 to 5 show a SEM of a cross-sectional image of a 
contact hole in a dielectric layer formed with the use of a 1000 A, 1500 A and 2000 A 
thick barrier layer, respectively. As can be seen from Figures 2 through 5, the barrier 
layers of the present invention significantly reduce the poisoning or contamination of a 
photoresist layer, as evidenced by bowing, 
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Thus, the present invention provides a method for manufacturing an electronic 
device including the steps of: a) providing a dielectric layer on a substrate; b) disposing 
on a surface of the dielectric layer a barrier composition including one or more cross- 
linkable polymers, one or more acid catalysts, one or more cross-linking agents and one 
or more solvents, wherein at least one of the cross-linkable polymers and the cross- 
linking agent includes one or more acidic moieties; and c) heating the substrate at a 
tenmerature sufficient to at least partially cure the barrier composition to form a barrier 
layer. Typically, a photoresist layer is disposed on the surface of the barrier layer. It is 
preferred that an antireflective coating is disposed between the surface of the barrier layer 
and the photoresist layer. It is further preferred that the photoresist layer includes a 
positive acting photoresist. 

Thus, the present invention provides a method for manufacturing an electronic 
device including the steps of: a) providing a dielectric layer on a substrate; b) disposing 
on a surface of the dielectric layer a barrier composition including one or more cross- 
linkable polymers, one or more acid catalysts, one or more cross- linking agents and one 
or more solvents, wherein at least one of the cross-linkable polymers and the cross- 
linking agent includes one or more acidic moieties; c) heating the substrate at a 
temperature sufficient to at least partially cure the barrier composition to form a barrier 
layer, d) disposing on the surface of the barrier layer an antireflective coating; and e) 
disposing on the surface of the antireflective coating a photoresist layer. 

If a barrier layer of the present invention is used without an antireflective coating, 
it is preferred that the barrier layer has a thickness of at least about 1000 A, more 
preferably at least about 1200 A, and even more preferably at least about 1500 A. When 
an antireflective coating is disposed between the barrier layer and the photoresist layer, it 
is preferred that the barrier layer has a thickness of at least about 400 A, and more 
preferably of at least about 600 A. Typical ranges of barrier thickness are from about 400 
to about 2500 A, preferably from about 600 to about 2000 A, and more preferably from 
about 800 to about 1500 A. In general, antireflective coatings have a thickness of from 
about 200 to about 2000 A, and preferably from about 400 to about 1600 A. Photoresist 
layers, in general, have a thickness of from about 200 to about 10,000 A, preferably from 
about 500 to about 7500 A. 
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An advantage of the compositions of the present invention is that they are spin 
bowl compatible with photoresist and spin-on dielectrics. 

Although the invention has been described primarily with respect to 
semiconductor manufacture, it will be appreciated that the present invention may be used 
in a wide variety of applications. 

Hie following examples are intended to illustrate further various aspects of the 
present invention, but are not intended to limit the scope of the invention in any aspect 

Example 1 

A barrier layer composition was prepared by combining a meta-cxcsol-para- 
cresol-2 ,5-aunethoxyphcnol novolak polymer (301.268 g of a 30 % solids solution in 
propylene glycol monomethyi ether acetate (TGMEA**), 75.95% of solids, Mn 800, Mw 
2500 gtaol, Tg 83° C), 9.520 g of a blocked dodecyl benzene sulfonic acid as a thermal 
acid generator, (Nacure 5225 available from King Industries, Norwalk, Connecticut, as a 
25 % solids solution in iso-propanol, 2% of solids), tetrabutoxyglycoluril as cross- 
linking agent (26.180 g, 22 % of solids), FC430 (available from 3M, Minneapolis, 
Minnesota) as a surface active leveling agent (5.950 g of a 1 % solution in PGMEA, 
0.05% solids), dimethyl adipate (5.950 g, 5 % of solids without including it in solids 
calculation), and 322.512 g of PGMEA. This prepared a 700 g sample at 17 % solids. 
The composition was rolled for a period sufficient to solubilize the material and filtered 
through a 0.2 micron poly(tetrafluoroethylene) ("PTFE") filter prior to use* 

Example 2 

Four wafers containing a P/CVD dielectric layer (Samples 1-4) were spin coated 
with various thicknesses of the barrier composition of the Example 1 using a TEL Mark 
8. The compositions were baked at 195° C for 60 seconds. A cornmercially available 
antireflective coating (AR7, available from Shipley Company, Marlborough, 
Massachusetts) was spin coated on the surface of the cured barrier composition to 
provide a thickness of 600 A and then baked at 175° C for 60 seconds to cure the film. 
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Four wafers containing the same P/CVD dielectric layer (Comparative Samples 
C1-C4) were spin coated with the same AR7 antireflective coating at various thicknesses 
and baked under the same conditions. These comparative samples did not contain any 
barrier composition. 

All the wafers were then spin coated with a commercially available photoresist 
(UV210, available from Shipley Company). The photoresist was coated to a thickness of 
5000 A and baked at 130° C for 60 seconds. The wafers were then exposed using an 
ASML 5500/200 tool at 25 ml/cm 2 up to 33 mrnJ/cm 2 to prepare 200 nxn trenches having 
an aspect ratio of 1:2. Following exposure, the wafers were baked at 130° C for 90 
seconds and then developed. The results are reported in Table 1 . 



Table 1 



Sample 


Barrier Composition 
Thickness (A) 


Antireflective Coating 
Thickness (A) 


Exposure Results 


1 


1300 


600 


Imaged 


2 


1000 


600 


Imaged 


3 


700 


600 


Imaged 


4 


400 


600 


Imaged 


C-l 


0 


1300 


Did not image 


C-2 


0 


1000 


Did not image 


C-3 


0 


1600 


Barely discernible 
imaging 


C-4 


0 


1900 


Imaged, bat not at 
lowest dose 



The above data clearly show that the barrier compositions of the present invention 
are effective in reducing or preventing contamination of poisoning of photoresist layers 
by dielectric layers. Further, when the compositions of the present invention are used, 
the thickness of any antireflective coating layer may be reduced. 
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Example 3 

Four wafers having a P/CVD dielectric layer (Samples 5-8) were spin coated with 
various thicknesses of the barrier composition of the Example 1. The compositions were 
baked at 205° C for 60 seconds. A commercially available antireflective coating (AR3, 
available from Shipley Company) was spin coated on the surface of the cured barrier 
composition to provide a thickness of 600 A and then baked at 205° C for 60 seconds to 
cure the film. One wafer (Comparative Sample C-5) containing the same P/CVD 
dielectric layer was spin coated with the same AR3 antireflective coating at 600A 
thickness and baked under the same conditions. This comparative sample did not contain 
the barrier composition. 

Each wafer was then spin coated with a commercially available photoresist 
(UV200, available from Shipley Company). The photoresist was coated to a thickness of 
5000 A and baked at 140° C for 60 seconds using a proximity hotplate. The wafers were 
then exposed using an ASML 5500/300 tool to prepare 0.22 \x contact holes. Following 
exposure, the wafers were baked at 140° C for 90 seconds using a proximity hotplate and 
then developed. After development, the wafers were examined using scanning electron 
microscopy ("SEM")- Figures 1-5 show the cross-sectional image of the contact holes 
formed. The exposure conditions are results are reported in Table 2. 



Table 2 



Sample 


Barrier Composition 
Thickness (A) 


EoOnJ/cm a ) 


B, (ml/cm 3 ) 


Figure 


5 


600 


5.0 


33.0 


2 


6 


1000 


5.0 


29.5 


3 


7 


1500 


5.0 


34.5 


4 


s 


2000 


5.0 


33.0 


5 


C-5 


0 


5.9 




1 



The use of the barrier compositions of the present invention provide contact holes 
having better side wall definition and less bowing than those formed without the use of 
the barrier composition. For example, Figure 1 shows the cross-sectional image of a 
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contact hole from Comparative Sample C-5, which shows significant bowing. Li 
contrast. Figures 2-5 show cross-sectional images of contact holes formed using the 
barrier compositions of the present invention. In these figures, it can clearly be seen that 
the contact holes have better sidewall definition and significantly less bowing. 
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4. Brief Description of the Drawings 



Fig. 1 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed without the use of a barrier layer. 

Fig. 2 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 600 A barrier layer. 

Fig. 3 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 1000 A barrie? layer. 

Fig. 4 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 1 500 A barrier layer. 

Fig. 5 shows a SEM of a cross-sectional image of a contact hole in a dielectric 
layer formed with the use of a 2000 A barrier layer. 




FIG. 3 
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1. Abstract 

30 

Abstract of the Disclosure 

Disclosed arc compositions and methods for providing barrier layers for use in 
electronic device manufacture. Also disclosed are methods of reducing or elimin ating 
poisoning of photoresists during electronic device manufacture. 



2. Representative Drawing 

Nothing 
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